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ABSTRACT

Under contract DE-AC26-98FT-40370, SRI International has completed the third phase of
aplanned three-phase effort to develop alaboratory prototype continuous emission monitor (CEM)
for dioxins and furans generated during the incineration of waste materials at DOE remediation
sites. The project was initiated on July 29, 1998 with the technical effort completed in October
2001.

During this research effort, SRI has made numerous improvements in our jet-REMPI
instrument. These improvements have involved characterization and optimization of the molecular
cooling in the gas jet, implementation of a custom-fabricated, four pulsed valve assembly, new
data acquisition and display software, and preliminary development of a wavelength and mass
calibration approach. We have also measured the REMPI excitation spectra of numerous organic
compounds that are likely to be present in the exhaust stream of awaste incinerator. These spectra
must be well characterized in the laboratory to understand any potential interferences that might
arise when monitoring for dioxin and furan congeners.

Our results to date continue to validate the original concept of using jet-REMPI as the
detection method in adioxin CEM. Using only commercial components with minor modifications,
we have already demonstrated a detection sensitivity in the low ppt range with sufficient chemical
specificity to separately detect two closely related congeners of dichlorodibenzodioxin present in a
mixture.

To demonstrate the utility of this methodology outside of the controlled conditions of the
laboratory, we performed a series of pseudo-field experiments at the US Environmental Protection
Agency’s National Risk Management Research Laboratory, Research Triangle Park, NC. The
instrument used for those studies was built by SRI under contract with US EPA, and was an exact
duplicate of the SRI system. This duplication allowed the experiments to be conducted without
transporting the SRI system to the EPA site. Using the jet-REMPI system in conjunction with a
combustion flow reactor, the joint SRI-EPA team discovered severa new, and unexpected,
chemical speciesin the exhaust stream of a pure methane flame.

Based on our work in this project, we have developed a number of concepts for
instrumental improvements that will substantially increase our sensitivity while maintaining the
exceptional selectivity required of adioxin CEM. In addition, we have developed several system
configurations with varying degrees of functionality that can be further developed and deployed
for process monitoring, surrogate measurements, and potentially, as a dioxin control CEM. Dueto
the extremely demanding regulatory compliance monitoring requirements involving both congener



specificity and sub-part-per-trillion sensitivity with near real-time speed, we believe it is not as yet
possible to specify a system configuration for atrue dioxin compliance monitor.

While atrue TEQ compliance monitor is not yet possible using the jet-REMPI approach,
the technique may prove useful as a surrogate, or indicator monitor. This application would
involve continuous measurement of surrogate compounds, such as lowly chlorinated dioxins and
furans, whose concentrations have been previously correlated with the TEQ. Such an instrument
would not require the extreme sensitivity of a compliance monitor although the high degree of
chemical selectivity would remain important.
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1. EXECUTIVE SUMMARY

Under contract DE-AC26-98FT-40370, SRI International has completed all three phases
of a planned three-phase effort to develop alaboratory prototype continuous emission monitor
(CEM) for dioxins and furans generated during the incineration of waste materials at DOE
remediation sites. During the 42 month course of executing this project, some of the originally
proposed tasks were either modified, deleted, or replaced to reflect the changing state of
knowledge, the technical progress, unresolved technical issues, and unplanned, new research
opportunities and directions.

1.1 SCOPE OF WORK

The objective of this effort isto develop alaboratory instrument that can provide
continuous monitoring of the emission levels of polychlorinated dibenzo-p-dioxins (PCDDs) and
polychlorinated dibenzofurans (PCDFs) generated by incineration equipment at DOE sites.

Once developed, thisinstrument will be used to systematically study the emission levels of key
dioxins and furans that contribute to the toxic equivalence (TEQ). Thisinformation, combined
with mechanistic modeling studies being undertaken el sewhere, will lead to the design
specifications for areal-time, autonomous dioxin CEM that can be used for compliance
monitoring at DOE incinerators.

The goal of thefirst phase of the effort was to establish the sensitivity and chemical
specificity using currently available dioxin detection instrumentation. The instrument devel oped
in Phase 1 required a stepwise process of designing, testing, evaluating, and upgrading that was
continued in Phase 2. Phase 2 included extensive, systematic testing of the laboratory prototype,
performance evaluation, and a design for upgrading to a system that can measure each of the
dioxin and furan congeners that contribute to the TEQ. Phase 3 included additional instrumental
improvements, expansion of the spectral library, and testing the laboratory system under
simulated field conditions of a sample stream containing typical levels of flue-gas combustion
by-products.

1.2 PROJECT OBJECTIVES- LABORATORY PROTOTYPE INSTRUMENT

1.2.1 Prototype | mprovement

A major objective of our effort has been to make incremental improvementsin the
analytical capabilities of the jet-REMPI system. Initial evaluations of the sensitivity and
specificity for the baseline instrument assembled during Phase 1 were used to establish needed
changes and to refine the laboratory dioxin CEM system. These tasks helped to establish which
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chemical species can be monitored by a prototype instrument and how best to optimize the
ionization scheme and laser source(s), the mass spectrometer configuration, and numerous other
design and operational parameters.

SRI successfully modified an existing TOFM S for use as the laboratory prototype dioxin
CEM. All the planned major modifications were completed, as well as several additional,
unplanned modifications that became necessary during the work. At the completion of Phase 1,
the SRI instrument was performing as well or better than any jet-REMPI instrument reported in
the open scientific literature.

SRI made considerable progress on the improvement of the operation of our prototype
jet-REMPI apparatus. These improvements are described in detail below in Section 3 of this
report. At the conclusion of this effort, the complete system, including the tunable laser and the
mass spectrometer were fully functional. The overall reliability, stability, and reproducibility of
the instrument were greatly improved.

1.2.2 Sampling and Preconcentration

The goal of thistask was to address the critical issues associated with acquiring a
representative sample of the stack emissions and transporting that sample to the instrument
without significant loss or change in its chemical composition. Because the sensitivity of the
instrument remains significantly below that required for adioxin CEM compliance monitor,
some form of sample preconcentrator may need to be devel oped.

SRI made relatively little progress on this task for a variety of reasons. The issue of
sampling is closely tied to the specific details of the source from which the sampleisto be
extracted. Because we as yet have no definite test bed with which to test our system, it is
difficult to design auniversal sampler. Similarly, the design of a preconcentrator, or even the
need for a preconcentrator, cannot be established until the instrumental sensitivity has been
maximized to the extent possible. Since we are continuing to improve the limits of detection
through optimization of the instrument, we cannot as yet determine if preconcentration will be
required. Moreover, we have become aware of a preliminary preconcentrator design being
developed by the research group of Dr. Brian Gullett, of the National Risk Management
Research Laboratory, U.S. Environmental Protection Agency.

We have collaborated with this group on a number of dioxin CEM issues, including the
design of a preconcentrator. At the conclusion of the present effort, the EPA had assembled a
prototype preconcentrator, but no testing had been completed.

Additionally, we have also become aware of other DoE-funded work on sampling and
preconcentration being performed at both M SE Technology Applications, Inc. (MSE), Buitte,
MT, and the Diagnostic Instrumentation & Analysis Laboratory (DIAL), at Mississippi State



University, Mississippi State, MS. SRI has maintained contact with researchers at both
institutions, as well as making on-site visits to view and discuss their sampling designs.

1.2.3 Instrument Optimization

SRI successfully investigated the sensitivity of the jet-REMPI instrument using several
lowly chlorinated dioxin congeners. Detailed “calibration curves’ were not generated, however,
because the focus was on estimating the limit of detection (LOD) rather than on establishing a
useful range of linear response. In addition, each of many of the improvements made on a
continuing basis would necessitate repeated remeasuring of the calibration curves. Since other
groups have demonstrated linear response over five to six orders of magnitude using avery
similar jet-REMPI instrument, it is reasonable to assume that our instrument will provide at least
equivalent performance.

In an extension of the proposed sensitivity testing, SRI was able to demonstrate two
critical additional performance characteristics. (1) congener-specific detection in mixtures and
(2) two-photon, two-color REMPI detection of a chlorinated aromatic compound. Both of these
performance characteristics are essential for adioxin CEM.

This task was designed to investigate the function of key elements of the instrument,
including the pulsed gas inlet valve, laser ionization source(s), ion extraction optics, and the
mass spectrometer. The commercial, pulsed, inlet gas valve used initially may eventually be
replaced with one designed specifically for this application. Design criteriawill include
operation at elevated temperatures, repetition rate and pulse length commensurate with the laser
ionization source(s), and a geometry that maximizes the sample gas density in the ionization
region.

The use of two-color REMPI schemes were also studied as a means of improving both
the sengitivity and the chemical selectivity. The ion extraction optics were carefully designed to
take into account four factors: (1) the field distortions associated with the proximity of the pulsed
gas valve to the ionization region, (2) the geometry of the ionization region, (3) space charge
effects within the extraction volume, and (4) the phase space volume associated with theion
acceptance of the mass spectrometer. Computer simulations using SIMION 6.0 were used
extensively for this design.

A systematic study of the supersonic molecular beam formed by the free jet expansion
was performed. This characterization allowed SRI to optimize the location of the ionization
region with respect to the exit of the nozzle. This optimization not only increased the sensitivity
of the instrument by maximizing the ionization yield, but it also allowed for an improved and
simplified mechanical design of the source vacuum chamber.



Finally, the functioning of the mass spectrometer was investigated with respect to its
transmission, resolution, sensitivity, and background noise level.

1.2.4 Laboratory Calibration

The goal of thistask was the calibration of the laboratory prototype instrument to
establish its sensitivity, chemical specificity, response time, measurement reproducibility, and
reliability. Using the optimized instrument developed in Phase 2, SRI originally planned a series
of comprehensive laboratory tests using a combination of PCDDs and PCDFs that contribute to
the TEQ . The bulk of these laboratory tests were replaced with a pseudo-field test performed at
EPA’s National Risk Management Research Laboratory (NRMRL ), Research Triangle Park, NC.

The vapor delivery system that would have been used for the calibration studies proved
more difficult to design and construct than originally planned due to the strict materials
limitations (for example, no Teflon or other polymeric seals), and the necessity of operating at
elevated temperatures. We originally had planned to use standard, commercial permeation
devices, however, these were not readily available for chlorinated dioxins and furans, nor were
they designed to operate above 70° C. Because of these restrictions, we had to develop adesign
that did not use normal valves and seals which could result in loss of the target compounds due
to adsorption or chemical degradation. Our design required the fabrication of several pieces of
custom glassware. Although all the necessary components were eventually acquired, we did not
compl ete the assembly and testing, choosing instead to make the measurements at NRMRL.

SRI made the first measurements of the REMPI excitation spectrum of benzene-d, (C;Dg)
which could serve as a calibrant molecule. The use of this compound as both a mass and
wavelength calibration standard was demonstrated. Although more work will be required to
implement an automated calibration scheme based on perdeuterobenzene, our preliminary
experiments show that it is feasible to do this.

1.2.5 Dioxin CEM Design Specification

At the conclusion of this effort, we believe that the required performance specifications
of adioxin CEM instrument capable of serving as aregulatory monitor are beyond the current
state of the technology. Nonetheless, it is possible to provide a general design specification for
thisinstrument.

Although specific design elements can be specified, the exact laser or TOFMS
configuration can change in time not only because many choices and combinations are possible,
but also because both components are continually being improved by commercial manufactures.
At the current stage of development, it is much more important to establish feasibility and
general design specifications, than to project specific criteriafor rapidly evolving technologies,
such as laser sources.



We provide a general design specification in Section 3.3, along with adiscussion of the
current state of technological development for the key components. Finally, we provide a
discussion of optional monitoring systems that are possible using the REMPI TOFM S approach.

2. BACKGROUND

Current techniques for monitoring emissions of PCDDs and PCDFs use sampling times
in excess of hours, during which the analytes are collected on adsorbing materials followed by
sample extraction and preparation for later gas chromatography/mass spectrometry (GC/MS)
analysis." These costly and time demanding methods have drawbacks in that compliance
measurements are made only infrequently (perhaps once or twice per year). The consequences
are overdesigned air pollution control systems and regulatory strategies that rely on indirect
process monitoring rather than direct monitoring and dioxin prevention strategies.

2.1 BENEFITSTO THE USER OF A DIOXIN CEM

In light of these limitations, a continuous emission monitor (CEM) for PCDD and PCDF
offers four benefits to users:

. Direct, rapid detection of PCDD and PCDF congeners, their indicators
(compounds measured in lieu of PCDDs and PCDFs that indicate the
parallel presence of PCDDs and PCDFs), or their precursors (compounds
that have been shown to be chemical progenitors of PCDDs and PCDFs).

. Combustion system optimization through continuous, on-line monitoring
and process control.

. A method to advance prevention of PCDD and PCDF formation rather than
rely on flue gas cleaning controls.

. Assurance to stakeholders (such as permit writers and the public) that the
process is operating safely.

The U.S. EPA Office of Solid Waste (OSW), which regulates hazardous waste treatment
processes, has identified continuous PCDD and PCDF monitoring as a research priority, because
PCDDs and PCDFs can drive risk assessments.? The OSW recognizes that CEMs offer superior
continuous compliance assurance compared with infrequent, extractive sampling. Their policy
provides the economic incentive for waste facilities to use CEMs by eliminating waste feed
characterization, compliance testing, and operating parameter monitoring for pollutants when a
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facility uses CEMs. However, with few PCDD/PCDF CEM technologies under development,
the DOE will not be able to implement this superior mode of compliance. A CEM for
compliance purposes will likely require higher performance capabilities (especially for
sensitivity) than if the CEM were used for research purposes or as a method of combustion
optimization. These CEM sensitivity needs will be lessened by using a short duration sample
concentration method. However, sensitivity for adioxin CEM isaprimary issue, requiring
measurements at concentrations two to four orders of magnitude lower than ever achieved
before.

As suggested by expertsin this area,® a dioxin CEM should first be used as aresearch
tool in laboratories studying PCDD and PCDF formation and control. Such an instrument will
need to make rapid, accurate measurements of PCDDs and PCDFs but at concentrations much
higher than needed for a compliance CEM. Thistype of instrument will greatly accelerate our
understanding of PCDD and PCDF formation and the availability of prevention and control
technigues. Researchers have limited understanding of how combustion processes affect PCDD
and PCDF formation, largely due to their need to relate time-integrated sampling data with
dynamic formation mechanisms and combustor conditions after an often multi-week analysis lag
period. A real-time CEM will provide immediate feedback on how variationsin combustion
operating parameters affect PCDD and PCDF formation and/or destruction, thus allowing more
accurate correlations and much more comprehensive data analysis. An instrument that can make
these types of measurements will also be valuable to DOE as new waste treatment processes are
evaluated and readied for permitting and public acceptance.

As our understanding of PCDD and PCDF formation improves, it will be valuable to
build a database using emissions from actual waste treatment processes to correlate operating
conditions with PCDD and PCDF formation. Such a database can be used to devise operating
strategies to prevent formation of PCDD and PCDF. This database can also be used to identify
surrogates or indicators that can be monitored more easily and cheaper than the PCDD and
PCDF themselves, leading to less expensive, more widely implemented compliance and control
strategies.

CEMs aso provide data important for stakeholder's assurance that the combustion
processes are operating safely. Stakeholders such as public interest groups, permit writers, and
local citizens groups can play a mgjor role in permitting waste treatment facilities. Real-time
emissions data may accel erate their acceptance, saving time and money during the permitting
process.



This overal approach of coordinating dioxin measurement and control extends beyond
the scope of this project and will involve several government agencies. SRl isclosely involved
with the dioxin monitoring community and we are working to bring this broader vision to reality.
This project focuses on the issue of dioxin measurement and how to develop aREMPI
(resonance enhanced multiphoton ionization) —based CEM system to measure the type and
concentrations of dioxins necessary to provide DOE a means to continuously monitor dioxins for
regulatory compliance.

Two critical issues must be addressed before a dioxin CEM can be successfully
devel oped:

. What would you measure? There are 210 PCDD and PCDF congeners, with
widely varying levels of toxicity, and most are not considered
toxicologically significant.

. To what minimum concentration (sensitivity) would you need to measure it?
The draft MACT rule proposes an emission limit of 0.2 ng/m® 2,3,7,8 TCDD
toxic equivalence (TEQ).

Toxic equivalence factors (TEF) are defined as a set of weighting factors expressing the
toxicity of each compound relative to the toxicity of 2,3,7,8 TCDD. TEFsvary from 1.0 to 0.001
for 17 different 2,3,7,8-substituted compounds. The total TEQ is calculated by multiplying the
concentration of each PCDD and PCDF by its corresponding factor TEF. Several weighting
schemes are available. NATO has proposed a scheme assigning factorsto 17 different 2,3,7,8-
substituted compounds and assigning no factor to the 193 non-2,3,7,8-substituted compounds.
Estimates of performance needs for adioxin CEM for regulatory compliance can be made based
on the existing knowledge of TEF and TEQ. Considering only the 17 compounds in the total
TEQ, the sensitivity required for adioxin CEM would need to be a factor of ten less than the
emission limit for each of the 17 congeners (i.e., divide the TEQ by 17 x 10). Hence, the
required minimum detection limit is equivalent to the emission limit divided by 170, or 0.001
ng/m® or better, for each congener in the TEQ.

In the best case, if you could argue that the probability of formation of each congener was
about equal, then the minimum detection limits could be higher for compounds with a lower
TEQ factor. In other words, given aminimum detection limit of 0.001 ng/m® for 2,3,7,8 TCDD,
the other 16 PCDD/F congeners having TEFs between 0.5 to 0.001 would have corresponding
minimum detection limits of 0.002 ng/m?to 1.0 ng/m?.

As shown in the estimates above, the detection limits must be very low to directly
measure all 17 congenersin the TEQ. A proposed alternative isto monitor precursors or
7



surrogates, identified using adioxin CEM in research laboratories to collect real-time data. This
real-time data would be invaluable to develop mechanistic understandings, |eading to surrogates
or precursors that can be measured at much higher concentrations. According to expertsin this
area,” the study of lightly chlorinated (mono-, di-, or tri-) dioxins would be acceptable, because
these congeners are easier to measure. The molecules are very similar to those in the TEQ and
would likely lead to correlations describing the formation of TEQ congeners.

Laboratory experiments for studying dioxin formation and control usually operate at total
dioxin concentrations around 100 to 1000 ng/m®. Depending on how many of the 210 total
congeners are present, detection limits around 5 ng/m? for each congener of interest would be
more than enough. Thefirst step in developing adioxin CEM suitable for compliance
monitoring is, therefore, to develop alaboratory instrument capable of speciating dioxin
congeners, precursors, or surrogates, and measuring their concentrations in real-time with a
sengitivity in the low ng/m? range. By combining this information with sophisticated combustion
models, it will be possible to determine the specific target chemicals that must be measured by a
dioxin CEM, and the levels to which they must be measured. Only after thisinformation is
available can adioxin CEM suitable for compliance use be devel oped.

In recent years, many significant improvements have been made in the detection of
dioxins resulting from various combustion processes. Several research groups, including DLR
(Deutsche Forschungsanstalt fur Luft und Raumfahrt) in Stuttgart, Germany,*® The Technical
University of Munich, Germany,®’ U.S. university research at Ann Arbor and Cornell, and
Sandia National Laboratories® in Livermore, CA, have demonstrated instruments or components
of instruments based on REMPI. To date, however, none of these research programs has
achieved the sensitivity required for either compliance monitoring or aresearch CEM to study
formation and control of dioxins. The possibility of acommercial dioxin CEM becoming
available within the next five to ten years is questionabl e without a development program
focused on achieving specific performance goals for adioxin CEM.

Of particular interest and promise for the real-time characterization of dioxinsisthe
combination of a pulsed gas jet with REMPI and time-of-flight mass spectrometry (TOFMS).
Using this approach, the group at DLR Stuttgart has measured non-, mono-, di-, tri-, and tetra-
chlorinated dioxins at the EPA National Risk Management Laboratory (NRML) facility during
tests from July to October, 1996.° The measured minimum detectability for dichlorinated
dioxins was approximately 20 ng/m®. We estimate that this detection limit can be improved by at
least one order of magnitude to about 1 ng/m? for dichlorinated dioxins. Using the current one-
color REMPI scheme, the sensitivity decreases with increasing chlorination, making detection of
the more highly chlorinated dioxins problematic.
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2.2 TECHNOLOGY DEVELOPMENT REQUIREMENTS

REMPI needs significant enhancements to reach the sub-ng/m? detection limits required
for acompliance CEM. Potential enhancements include the use of sample preconcentration, a
two-color REMPI scheme, and higher repetition rate laser systems. As aresearch dioxin CEM,
however, the current REMPI-TOFM S scheme may need to be improved by only one or two
orders of magnitude.

Based on our previous research with REMPI and our understanding of dioxin regulatory
structure, four major areas must be studied to develop a REMPI-based dioxin CEM:

. Determination if penta- and higher chlorinated dioxins will require atwo-
color REMPI scheme.

. Measurement of detection limits for congeners as a function of chlorination
and improvement in the detection limits via system improvements and
sample preconcentration.

. Development of a particle desorber/separator to liberate dioxins adsorbed on
particles for detection by the REMPI analyzer.

. Development of a mechanistic understanding of dioxin formation and
control to determine which congeners should be measured, and at what
concentration, to provide measurements for regulatory compliance and
process control.

This project will address the first three areas and provide the tools necessary to address
the fourth. We continue to work closely with dioxin research groups to ensure that the dioxin
mechanistic studies are integrated into the instrument development work.

2.3 DESCRIPTION OF THE TECHNOLOGY

Resonance enhanced multiphoton ionization is a highly sensitive, highly species-selective,
gas-phase analysis technique that has been applied to numerous problems in molecular
spectroscopy and combustion research. SRI has been using multi photon-mass spectrometric
technigues to study spectroscopy and trace-level detection for more than a decade. We pioneered
the application of these methods to the detection of aromatic and chlorinated organic
compounds.’®* For REMPI of complex molecules, such as dioxins, the spectra can be simplified
greatly by expansion through anozzle. Adiabatic expansion resultsin low sample temperatures,
which increases the electronic ground state population and narrows the resonance line widths. The
enhanced population of the ground state gives an increase in sensitivity, while the narrower line
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widths give rise to very sharp REMPI transitions. One or two lasers are used to ionize the cooled
gas molecules by absorption of two or more photons, one of which is resonant with an electronic
transition in the target molecule.

lons produced by REMPI are often detected using a TOFMSS that takes advantage of the
pulsed nature and well-defined temporal character of laser ionization. Many REMPI
experiments performed at SRI have successfully used the TOFM S approach. The simultaneous
detection by mass and wavelength yields high chemical selectivity. Typical sensitivities of
conventional REMPI TOFMSS systems that do not use sample molecule cooling are in the mg/m’
range and higher, which isinsufficient either for alaboratory system or for regulatory monitoring
of chlorinated aromatics in a waste treatment process such as an incinerator.

A major improvement in sensitivity without lossin selectivity can be achieved using a
pulsed gas valve that produces a supersonic expansion. In asupersonic jet, the temperature drop
occurs only in arelatively narrow zone downstream of the nozzle but upstream of the Mach disk,
or shock front. Laser ionization in the region of the Mach disk provides the highest sensitivity

due to the local maximum in gas density. This phenomenon was exploited by SRI in a 1987
study of the four-photon dissociation and ionization of Hy in a pulsed jet.”

The combination of REMPI and mass spectrometry provides a unique, two-dimensional,
approach to the analytical measurement of trace levels of organic compounds in complex
mixtures. The two-dimensional nature of REMPI-MS isillustrated in Figure 1, which compares
28 hazardous air pollutants (HAPs) by plotting their molecular weight as a function of the
primary S/® S, transition wavelength. The molecular weight corresponds to mass that would be
monitored by the MS, while the transition wavelength corresponds to the optical wavelength
used to resonantly excite the molecule. It is apparent that, for these selected HAPs, closely
related species tend to cluster together, as might be expected.

At first glance, it appears, however, asif some species may not be distinguishable. For
example, in the upper right corner, the 2,3-dichlorodibenzodioxin and the 2,8-
dichlorodibenzodioxin are nearly coincident on thismap. In actuality, these species are readily
separable using jet-REMPI, as shown in the high resolution, two-dimensional map in Figure 2.
Four dioxin species fall within the narrow mass and wavelength ranges displayed in Figure 2,
corresponding to the 2,3- and 2,8-dichlorodibenzodioxin molecules containing two chlorine-35
atoms, and one chlorine-35 and one chlorine-37 atom. On the expanded scale, the S® S,
transition wavelength is seen to actually have afinite width, typically 0.03 nm, as shown by the
horizontal bars for each species. The four molecules are widely separated on this map compared
with our instrumental resolution, both in mass (approximately 0.25 amu) and wavelength
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(approximately 0.005 nm). Hence, jet-REMPI TOFMS can easily distinguish these four species.
This capability was verified experimentally in Phase 1.
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Figure 1. Two-dimensional map of the mass and wavelength space for a number of hazardous air
pollutants, including lowly chlorinated dioxins. The Xs correspond to the center wavelength
for the principal absorption feature for each species.

Table| lists the pertinent information for arange of hazardous air pollutants that have
been previously examined using jet-REMPI. Thislist is not intended to be comprehensive but
rather illustrative of the general classes of compounds that readily accessible using this vapor
phase method.
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Figure 2.  High resolution, two-dimensional map of the mass and wavelength space for the 2,3- and
2,8-dichlorodibenzodioxins. The approximate width of the principal absorption feature for
each congener is shown by the line connecting the Xs. The instrumental mass resolution and
optical resolution are shown by the vertical and horizontal bars, respectively.

Table 1
HAZARDOUS AIR POLLUTANTS PREVIOUSLY MEASURED BY JET-REMPI

Molecule Formula Mass [amu] Sp-S1.[nm]
Benzene CgHg 78 259.0
Toluene C7Hg 92 266.7
Phenol CgHgO 94 275.0
o-Xylene CgH1p 106 261.8
m-Xylene CgH1g 106 260.0
p-Xylene CgH1o 106 259.7
o-Cresol C7HgO 108 276.5
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m-Cresol C7HgO 108 277.5

p-Cresol C7HgO 108 283.0
Chlorobenzene CgHsCl 112 269.8
o-Chlorotoluene C7H7CI 126 268.6
m-Chlorotoluene C7H,ClI 126 275.1
p-Chlorotoluene C7H,CI 126 275.4
Naphthalene C10Hg 128 299.0
o-Dichlorobenzene CgH4Clo 146 276.0
m-Dichlorobenzene CgH4Clo 146 274.1
p-Dichlorobenzene CgH4Clo 146 279.7
2,4-Dichlorotoluene C7HgClo 160 279.2
2,5-Dichlorotoluene C7HgClo 160 279.6
2,6-Dichlorotoluene C7HgClo 160 276.4
3,4-Dichlorotoluene C7HgClo 160 280.6
Dibenzofuran C12HgO 168 293.5
Dibenzodioxin C12oHgO2 184 296.0
2-Chlorodibenzodioxin C12H7CIO 212 304.5
2,3-Dichlorodibenzodioxin C12HgO2Clo 246 306.0
2,7-Dichlorodibenzodioxin C12HgO2Cly 246 304.3
2,8-Dichlorodibenzodioxin C12HEO2Cly 246 305.7

Additional experimental details on the method and data acquired during the course of this
project are described in two recent publications, included in Appendix C: “Development of ajet-
REMPI (resonantly enhanced multiphoton ionization) continuous monitor for environmental
applications’, Appl. Opt. 40, 859 (2001), and Appendix D: “Congener-specific detection of
dioxins using jet-REMPI”, Chemosphere 43, 469 (2001). SRI’s contributions to the 1999, 2000,
and 2001 annual dioxin conferences are also included as Appendices E-G, respectively.
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3. RESULTSAND DISCUSSION

31 INSTRUMENT MODIFICATIONS

Figure 3 is a schematic of the laboratory prototype REMPI TOFMS instrument we
assembled for this effort. The TOFMS was originally developed for NASA to provide real-time
chemical characterization of tropospheric aerosol particles. That instrument, with a suitable
aerosol inlet stage, was successfully deployed on aNASA DC-8 research aircraft as part of a
two-month field mission. Described below are numerous modifications, improvements, and
additions made in the original TOFM S system for this project.

Optical Nd:YAG
Parametric Laser
Oscillator
lon Extraction lon B
Ontics on Beam
Steering Plates lon
Reflector I_
Time-of-Flight Mass Spectrometer
T
v
”””” T I
Pulsed Gas Inlet
(shown rotated 90° 4 \ I—

Chevron
Channelplate
Detector

Figure 3. Schematic of the jet-REMPI apparatus.

3.1.1 Vacuum System

Thefirst step in this project was to modify of our existing time-of-flight mass
spectrometer system. To use the system for the jet-REMPI application, a new source vacuum
housing was required. The new source chamber included two ports for laser windows, large
diameter ports for the pulsed valve, the turbomolecular pump and connection to the flight tube,
and three smaller ports for pressure gauges and other feedthroughs. Figure 4 shows a sketch of
the chamber fabricated from acommercial, 8-inch diameter, stainless steel “tee” manufactured
by MDC Vacuum Products, Hayward, CA. A still newer source chamber was fabricated later in
the project as described in Section 3.1.8.
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Figure 4. Design of the jet-REMPI vacuum housing.

In parallel with fabrication of the new source housing, we aso modified the main vacuum
chamber of the TOF flight tube to permit ready access to the microchannel plate detector
assembly. The commercial vacuum chamber as supplied by R. M. Jordan, Grass Valley, CA,
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requires asignificant degree of disassembly to access the detector. Under normal conditions, this
is not a problem because the detector is relatively robust. However, our experience with this
instrument indicates that the detector produces an unacceptably large amount of ringing
following the detection of astrongion signal. Thisringing in the signal resultsin loss of data for
several hundred nanoseconds following the strong peak. Typically, thistype of ringing indicates
of an impedance mismatch somewhere in the detection circuitry. Correction of a mismatch
requires atrial-and-error approach of testing different resistive termination and capacitive bypass
configurations under actual detection conditions. The need to change the configuration
frequently makes the rapid disassembly and reassembly of the detector important. Because of
physical constraints and the design of the microchannel plate detector, we added a rectangular,
metal-gasketed, flange to the side of the flight tube, as shown in Figure 5. The rectangular port
permits easy removal and installation of various detector configurations without resorting to
disassembly of the main vacuum chamber.

Figure 5.  Design of the rectangular detector port modification to the time -of-flight mass spectrometer

vacuum housing.
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The internal components of the new jet-REMPI laser ionization source were purchased
from R. M. Jordan. The source consists of arepeller plate, extraction grid, acceleration grid,
Einsel lenses, and steering plates. The laser-ionization source was installed in the source vacuum
chamber along with apair of quartz windows for laser access.

Pumping for the instrument was originally provided by two, 250 L/sec Varian
turbomolecular pumps. One pump was located on the lower flange of the source chamber shown
in Figure 4, while the second pump was located on the flight tube. The latter was a standard V-
250 type pump, while the former was a VV-250SF split-flow type. The split-flow pump
incorporates an intermediate pumping port that was used to provide backing for the V-250 pump.
The two turbomolecular pumps are backed by a 450 L/min Varian mechanical pump. The all-
metal vacuum housing for the time-of-flight mass spectrometer system routinely achieves
pressures in the mid 10 Torr range with no sample present. Under routine operation, the
pressure in the source region rises to 5 x 10° Torr, and the pressure in the flight tube risesto 2 x
107 Torr. The pumping system was subsequently upgraded in conjunction with the new source
chamber (see Section 3.1.8).

3.1.2 Pulsed Valve

The pulsed valve selected for the prototype laboratory instrument is an unmodified,
commercia, General Valve Series 9 type. This valve was ordered with the high-temperature coil
option, in anticipation of heating above 150°C.

The pulsed valve was fitted with a copper heating block to allow for thermal control of
the valve temperature. Two 50-watt cartridge heaters were inserted into the copper block to
provide heating, while atype-K thermocouple also inserted into the block is used to measure the
temperature. A standard proportional temperature controller is used to maintain the valve at
desired temperature. An vacuum insert was fabricated to position the pulsed valve close to the
ion extraction optics. A cross sectiona view of the insert, shown in Figure 6, includes an outline
of the heater block and the pulsed valve.

A movable mounting system was fabricated using a bellows-sealed vacuum tranglator to
position the valve. This system is shown schematically in Figure 7, along with the ion extraction
optics. The main component of the translator is acommercial, MDC unit capable of providing
7 cmof linear travel. Asshown in Figure 7, the bellows-sealed translator is mounted on the
large top flange of the ion source vacuum chamber. Inthefigure, theinsert is at its lowest
position within the source chamber, and hence the molecular jet is closest to the laser ionization
region. Adjustment of the position of the jet relative to the laser beam allows optimization of the
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signal that results from ionizing molecules that have achieved the maximum degree of cooling.
In our later design, we eliminated the movable feature and fixed the separation at the optimum
position. The fixed location pulsed valve configuration is described in Section 3.1.7.

< pulsed valve

I I
I I
I ! I < heater block
I I
I I
L l
Il , el

exit orifice

Figure 6. Design of the pulsed valve positioning device

Many pulsed valve designs have been devel oped based on simple electromechanical
solenoid mechanisms, piezoelectric actuators, magnetic repulsion devices, and modified fuel
injectors. Pulsed durations range from afew microseconds to hundreds of microseconds, while
repetition rates reach 80 Hz or higher, depending on the pulse duration and valve design. A
critical parameter for the pulsed valve in adioxin CEM is the temperature at which it can
operate. Because of the low volatility of the heavier dioxin congeners, the inlet sampling lines
and pulsed valve must be continuously heated above 250°C. Although many of the earlier valve
designs could not be heated much above 100°C due to the temperature limits of the sealing
materials, designs™** now exist for pulsed valves that can operate routinely at temperatures
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above 400°C. These designs will form the basis for our design of a high-temperature pulsed
valve.

Q! D

TP
=i

C )

Figure 7. Schematic of the valve positioning system installed on the ion source vacuum housing. The
ion extraction optics are shown in the center of the lower chamber.

3.1.3 Tunableuv Laser

The laser system required for REMPI of dioxins must be capable of providing tunable,
narrow band radiation in the range between 220 and 350 nm. At present, the most reliable
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method of generating this laser radiation is through the use of an optical parametric oscillator
(OPO) pumped by aNd:YAG laser. Commercial Nd:YAG lasers are very well-devel oped,
stable, and reliable solid-state systems capable of delivering millions of pulses with minimal
maintenance. Modern OPOs are also relatively reliable and stable systems. They provide many
advantages over the tunable dye lasers they have replaced. OPOs are all solid-state devices that
are easily controlled by acomputer. They use no consumables and can provide wavelength
scanning over a broad visible wavelength range, typically between 440 and 750 nm. Frequency
doubling in anonlinear, solid-state crystal, provides the tunable uv radiation. Once they are
adjusted, OPOs require minimal maintenance and only occasional recalibration.

At the beginning of this project, SRI had available a Continuum Powerlite 9010 Nd:YAG
pump laser system. Using capital equipment funds, SRI purchased a Continuum Sunlite OPO.
The Powerlite was returned to the factory where it was upgraded to drive the new OPO. The
upgrade included replacement of the flashlamps and laser rods, installation of improved
electronics, and realignment. In addition, an intermediate optics housing located between the
Nd:YAG and the OPO was purchased for installation during the upgrade. This unit allows either
the fundamental or one of the harmonicsto be diverted out of the laser and used independently of
the OPO.

Our Continuum Nd:Y AG pump laser and new OPO were delivered at the end of February
1999, and the actual installation was performed at the beginning of March. The factory
refurbished pump laser and the OPO laser specifications are given in Table 2. All operating
parameters meet or exceed our requirements for using this system in the jet-REMPI experiments.

Measured output energies from the Sunlite OPO over the important wavel ength range
from 680 nm to 460 nm averaged 45 mJ with the amplifier being pumped with 180 mJ of 355 nm
radiation.

Table 2
PERFORMANCE SPECIFICATIONS OF THE CONTINUUM LASER SYSTEM

Parameter Specification Actual
1064 nm pulse energy (unseeded) 2000 mJ > 2000 mJ
355 nm third harmonic energy 400 mJ 420 mJ
1064 nm pulse width 5-9 ns 8 ns
355 nm pulse width 3-7ns 6.2 ns
1064 nm shot-to-shot stability +2.5% £1%
355 nm shot-to-shot stability +4.0% +1.5%
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As noted, tunable radiation in the ultraviolet region is required for REMPI of dioxins and
other aromatic hydrocarbon species. Generation of this uv radiation from the visible OPO output
was achieved by using an Inrad Autotracker 11 doubler. The Autotracker uses afeedback control
system and stepper motors to continuously adjust the alignment of its optical components during
wavelength scanning. The Autotracker 11 provides barely minimal performance when used with
the Continuum OPO. The high scanning rate of the OPO, which is necessary for fast time
response of the instrument, causes the Autotracker to become unstable and oscillate rather than
smoothly track the changing wavelength. The Autotracker was ultimately replaced with a
Continuum FX-1 doubler. The FX-1, described in Section 3.1.5, is designed to operate with the
OPO and provides significantly more stable operation.

3.1.4 Mass Spectrometer

A primary consideration in the choice of a mass spectrometric analysis technique isthe
method of ion formation. For aREMPI-based CEM, the mass spectrometric method of choiceis
time-of-flight (TOF). TOF is an inherently pulsed technique that matches well with the pulsed
laser ionization, and it offers the advantage of generating a complete mass spectrum from each
laser pulse.

The mass spectrometric requirements of a dioxin CEM instrument are modest: an upper
mass range of 400, with unit mass resolution. Typical TOF mass analyzers can meet these
requirements using asimple, linear flight path when combined with a short duration, pulsed
laser, ionization source. The low signal levels that may result from the use of avery narrow ion
formation pulse can be offset for by signal averaging over multiple laser pulses. To optimize this
mode of operation, a high repetition rate ionization laser would be desirable. Achieving high
mass resolution with a TOF instrument is straightforward, using a pulsed laser for ionization,
because of the narrow spatial, temporal, and energy spread of the nascent ions.

An increasingly common TOF approach is the use of anion mirror, or reflectron-type
TOF. Thisdevice has many desirable properties and is the approach taken in our instrument.
Resolving powers (m/Dm) of more than 1000 can be readily obtained using areflectron with a
pulsed laser ionization source. Although mass resolving powers in excess of 1000 are not
necessary to separate adjacent mass peaks even at the highest mass-to-charge ratios expected in a
dioxin CEM, high resolution gives rise to signals with much narrower, and hence much higher,
peaks. Theincreased peak amplitude leads directly to an increased signal-to-noise ratio.

A significant improvement in resolution and signal level can also be obtained through the
careful design of the ion extraction optics. Asaresult of the pulsed laser ionization scheme, ion
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formation is constrained to occur over avery limited spatial region. Normally, awell-
constrained ion formation region can be readily coupled with high efficiency to a TOF mass
analyzer using simpleion extraction optics. In our instrument, however, an additional spatial
constraint isimposed by the use of a pulsed gasinlet. Pulsed valves can produce a supersonic
molecular beam as the gas expands and cools adiabatically. An optimum location downstream
from the orifice exists where the internal molecular temperature will have reached a minimum
while the local gas density remains high. Ionization at this location will yield the optimum
optical spectroscopic selectivity with maximum ion signal level. Because this optimum
ionization region will typically be only afew centimeters from the exit orifice, the ion optics
must be carefully designed to include the influence of the pulsed valve on the extraction fields.

We therefore undertook a detailed simulation of the ion extraction optics for the time-of -
flight mass spectrometer. A critical design parameter affecting the detection sensitivity of the
jet-REMPI scheme is the location of the exit of the pulsed nozzle relative to the ionization laser.
This distance influences the signal in two ways. (1) the large, grounded, valve body can distort
the ion extraction and focusing fields, and (2) the gas density and degree of internal cooling of
the supersonic expansion varies with position. Using the standard simulation program, SIMION,
we modeled all aspects of the ion extraction optics to determine an optimum initial configuration
of the key components. The results of these simulations were incorporated into the design of the
pulsed valve mount and ion extraction optics.

3.1.5 New Optical Frequency Doubler

In the early part of the Phase 2 effort, it became necessary to move the location of the jet-
REMPI instrument. Because moving the instrument involves repositioning of the laser system
which necessitates optical realignment, we took the opportunity to install acommercial laser
table in place of the homemade table that had been used previously. The new tableis a standard
Newport 4’ x 8 honeycombed table with predrilled holes for optical mounts. Because moving
and remounting the laser system requires realignment by the manufacturer. This realignment
was done in conjunction with the installation of a Continuum FX-1 doubler system. The FX-1
replaced the Inrad Autotracker system that had been used to convert the tunable visible output of
the OPO into the required uv. Because the Inrad unit was not integrated into the OPO system, its
ability to track the wavelength tuning was poor, resulting in output instabilities. The FX-1is
totally integrated into the OPO system, eliminating these problems and significantly improving
the output stability of the laser. The FX-1 was purchased as part of SRI’s EPA project on urban
air toxics, which shared the laser system with this effort.
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3.1.6 New Control Program

A magjor thrust during the second phase was the development of new control and data
acquisition software. Although the existing software, written in Visual Basic 6.0, was sufficient
for most tasks, our planned improvements would have required considerable changes in the code.
For avariety of reasons, we concluded that National Instruments LabView offered a better
development platform. LabView isgenerally considered to be an industry standard for
instrument control and real-time data acquisition. The current version of our control program
was developed using LabView 6.0.

The baseline program functioned correctly, and was able to control the laser wavelength,
acquire time-of-flight data from the digitizer, and display and store the resulting mass spectra.
Additional features were added to the software, specifically improved calibration methods. The
general approach to automating the calibration isto provide the user with alist of possible
calibrant species for which the software has predetermined wavelengths and expected masses.
Selection of the calibrant would then automatically sequence through the wavelengths, recording
and displaying the intensities of the expected masses. Repeating this data collection as a
function of calibrant concentration would yield a calibration curve.

Although the new control program functioned as expected, a potentially serious problem
was found associated with the averaging function. It was found that 100 laser shots at 10 Hz that
should have required exactly 10 seconds, actually required 20 seconds to complete. Thetiming
problem was determined to be due to an automatic power down feature of the Signatec DA500A
digitizer. Thisfeature, designed to prevent the board from overheating during prolonged use,
had not been properly disabled during the 100 shot burst. Hence the digitizer periodically
reverted to alow power mode which introduced an additional 100 msec delay when the next scan
was triggered. Since the LabView driver that we have used to interface with the Signatec card
did not provide control over this feature, we implemented the necessary changes to the driver and
overcame this limitation. Data collection now occurs with no time overhead so that 100 laser
shots at 10 Hz requires just 10 seconds.

3.1.7 Internal Temperature

The effective internal temperature of sample moleculesin the supersonic jet isimportant
for determining both sensitivity and selectivity of the jet-REMPI method. To determine the
optimum operating conditions for obtaining the lowest temperature in combination with the
maximum signal level, we performed two types of experiments. First, the sensitivity and
temperature distribution in the pul sed supersonic beam was measured as a function of the valve
opening time. The opening time directly affects the collisional behavior in the supersonic beam,
and to alesser extent, the density distribution. The latter is expected to increase as the opening
time isincreased, achieving a maximum value for opening times greater than the time required
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for the pulsed valveto fully open. The second type of measurement determined the effect on
sengitivity and rotational temperature of the distance between the gated valve and the laser beam.
This distance isimportant for allowing the collisional cooling to extract as much random thermal
energy from the molecular beam as possible. Benzene was used as a thermometric species
owing to its well-established REMPI spectroscopy. In particular, the 'B,, = *A,, 6',band near
259 nm was studied. Band profiles were cal cul ated as described below and fitted to the
measured spectra, allowing a determination of the temperature to an accuracy of approximately
1°K.

Band profiles require calculation of the individual relative line intensities, I, ; which are
given by

le; = CNA;Ok; el

where C is proportional to the Franck-Condon Factor (constant for asingle vibration level), nis
the photon frequency, A, isthe line strength (given by the Honl-London formulae for a
perpendicular transition in asymmetric top), g, are the statistical weights of the lower state (for
molecule with Dy rotational symmetry), F(K,J) is the energy of the lower level, Jisthe total
angular momentum and K is the projection of Jonto the figure axis of the symmetric top, both
for the lower state. A complete band consists of P, Q, and R subbands corresponding to
DJ=0,+1, with subband origins distributed along Fortrat parabolas corresponding to DK=+1.
Accurate band profiles require that Coriolis energies be included for the upper state.

We chose benzene as the test molecul e because its optical absorption spectrum iswell
characterized. We made measurements of a single band contour for benzene, shown in Figure 8.
This spectrum was taken at a distance of 2.3 cm from the nozzle following a delay from the
valve opening that provided the best ion intensity and cooling for this distance. The band shown
is part of the lowest singlet-singlet transition (S,— S,) of benzene near 259 nm. This specific
transition has the spectroscopic identification ‘B, = *A,, 6% (I = +1). The band shown
corresponds to many overlapping rotational lines. From the overall contour of these overlapping
lines, we can determine an effective rotational temperature of the benzene molecules.

To determine the temperature, we wrote a computer program to fit the simulated the form
of the band contour as afunction of temperature. This program used the most recent values for
the spectroscopic parameters for the transition® and the appropriate statistical weights*®. The
result of thisfitting program gives the best estimate of the rotational temperature of the benzene
molecules, which is 18+1 K for this measurement. The high quality of the calculated fit is
shown in Figure 8. Thisrotational temperature is very low, and indicates that our gas expansion
is near optimum in terms of its cooling characteristics.
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Figure 8. Comparison of the measured and calculated band profiles for a valve-to-laser separation of
2.3 cm for a S;— Sy transition in benzene.

To complete thisinitial series of measurements, we determined the REMPI signal for the
same band in benzene as afunction of the valve-to-laser distance. These measurements provided
two important pieces of information; the local gas density as a function of distance, and the
degree of internal cooling as afunction of distance. Figure 9 shows aplot of the local gas
density, as determined by the integrated REMPI signal, as a function of the inverse square of the
valve-to-laser separation. In this representation, the expected quadratic falloff in intensity with
distance should result in astraight line. A second order polynomial produces an excellent least
squares fit to our datawith acorrelation coefficient of 0.996. The minimum distance for which
we could measure the REMPI signal was approximately 2.3 cm, while the maximum was
approximately 7.4 cm.

While this quadratic dependence of intensity with distance is to be expected, the
dependence of the internal cooling with distance was not anticipated. Using our temperature
fitting program, we determined that there was essentially no change in the rotational temperature
of the benzene molecules as afunction of the valve-to-laser distance. This surprising result
implies that molecular cooling is complete within a very short distance from the exit of the jet
nozzle. Based on this observation, the maximum REMPI signal intensity is only afunction of
the local gas density, which is easily estimated from the quadratic behavior exhibited in Figure 9.
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Figure 9.  Variation of the jet-REMPI signal for benzene measured at 78 amu and a wavelength of
259.1 nm as a function of the laser-valve separation.

At the smallest valve-to-laser separation of 2.3 cm, the measured and cal cul ated band
profiles were shown in Figure 8. Figure 10 shows the corresponding results for the largest valve-
to-laser separation of 7.5 cm. The best fit rotational temperature for this data set was 18.5+1 °K.

Therelative lack of a strong temperature dependence on the valve-to-laser separation is
not unexpected. At aseparation of 2.3 cm, the benzene molecules are most likely already in a
collision-free regime, hence, no further reduction in temperature will occur. While the valve-to-
laser separation does not influence the internal temperature of the beam, the 1/x? drop in local
density measured in Figure 9 confirms the importance of fixing the valve-to-laser separation at
the smallest value possible consistent with the mechanical constraints of the ion extraction optics
and the gas pumping.

The other key variable in optimizing the REMPI signa isthe delay between the valve
pulse and the ionization laser pulse. To investigate the dependence of the benzene REMPI signal
on this parameter, we made a series of band profile measurements while varying the delay time.
The results are shown in Figure 11. The solid linein Figure 11 shows the variation in the signal
strength of the 78 amu benzene parent ions measured with atime delay of between 300 and 1100
ps. As expected, theion signal initially rises as the delay time increase, reflecting the increase in
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Figure 10. Comparison of the measured and calculated band profiles for a valve-to-laser separation of
7.5 cm fora S, S,transition in benzene.

gas density as the molecular beam forms and flows past the ionization region. Asthe delay time
become longer than approximately 450 ps, the signal level begins to decrease as the bulk of the
gas pulse has passed the laser beam.

Also shown in Figure 11 are the fitted rotational temperatures measured at a number of
time delays. Using only asimple vertical scaling of the two sets of data, we find that the
rotational temperature exactly follows the gas density variation. Thisindicates that the peak
density corresponds to the coolest neutral molecules. Presumably, this correspondence arises
because the cooling mechanism depends on intermolecular collisions, which will be most
probable when the local gas density is at amaximum. That these two dependencies occur at a
common time delay greatly simplifies the optimization of the signal with respect to this
parameter.

3.1.8 New | on Sour ce Chamber

The original jet-REMPI laser ionization source chamber was designed to maximize
flexibility and versatility. It incorporated a precision translation stage to allow adjustment of the
distance between the exit of the pulsed nozzle and the laser ionization zone. While this
capability proved to be very useful in optimizing the performance of the system, it is now
possible to fix this distance at an optimum valve and hence we can eliminate the trand ation stage
and simplify the instrument. Elimination of the trandlation stage involved fabrication of a new
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laser pulse. The corresponding rotational temperature as determined by fitting the band
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source chamber. A cross sectiona drawings of the new chamber is shown in Figure 12. Note
that a new valve assembly, described in detail below, is positioned at afixed distance from the
laser beam. The outer body of the vacuum chamber was modified to move the valve as close as
possible to the ion extraction optics without inducing an appreciable distortion in the electric
field potentials required for extraction and acceleration of theions. This design also provides
maximum pumping in the pulsed gas jet region, which isimportant in maintaining alow pressure
in the ion source region.

The new chamber also allows us to overcome an operational problem associated with the
use of asingle pulsed valve. With asingle pulsed valve, it is not possible to perform any routine
mai ntenance without venting the entire apparatus to atmosphere. Replacement of the sealing
poppet is atypical example of an operation requiring considerably longer to complete because
the vacuum system must be vented and re-evacuated. In addition, we have found that it is
difficult to remove residual traces of many of the sample compounds that we have been studying.

These compounds tend to have low vapor pressures and adhere to surfaces within the
pulsed valve. Even with prolonged heating, we are able to detect minute traces of samples that
have nominally been removed from the inlet. Thisisof course aresult of the exceptional
sensitivity of the instrument.
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Figure 12. Schematic of the new ion source vacuum chamber including the sliding four-valve assembly.

3.1.9 4-ValveInlet Assembly

To circumvent the above described shortcomings of the original pulsed valve design, we
designed a new valve assembly that incorporates four pulsed valves on asliding mount. The
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new source chamber was fabricated to accept this assembly in place of the single pulsed valve.
The dliding valve mount, shown in Figure 13, was designed to allow any of the four valvesto be
positioned over the ionization region without loss of vacuum. This capability permited usto (1)
remove any of the inactive valves for servicing without vacuum loss, (2) rapidly switch from a
valve with residual sample contamination to a clean valve, and (3) quickly investigate the effect
of varying the nozzle diameter on sensitivity.

Figure 14 shows the configuration of the four valve assembly. This unit was custom
fabricated for SRI by General Vave based on our design. It incorporates four standard series 9
valvesin adiding base block. Figure 14 shows a cross section of the base and one of the valves.

Heating of the pulsed valvesis very important, especially when dealing with the more
highly chlorinated dioxins. Experience has shown that temperatures of at least 200 deg C are
required to avoid unacceptable sample loss due to condensation. To achieve this temperature, we
have designed and fabricated alarge copper heater block that surrounds all four valves. The
block extends from the sliding base to a point just below the Swagel ok® fitting on the top of the
valves. Thisblock hasfour, 0.25” diameter channels drilled through its length to accommodate
four, 200-Watt cartridge heaters. In addition, the sliding base has four, 0.125” diameter channels
drilled through its length to accommodate four, 50-Watt cartridge heaters. These two sets of
heaters will be independently controlled to maintain the valves at an elevated temperature. This
separation in control zones was necessary because of the relatively large thermal mass of the
latter components as compared with the former components.

3.1.10 New Jet-REMPI TOFM S

While fabricating a new jet-REMPI system for delivery to the US EPA, we
simultaneously assembled a duplicate TOFM S for use on this project, as well as our EPA HAPs
effort. The mgority of the components were purchased using SRI internal funds. We completed
assembly and testing of anew jet-REMPI system during the second phase of our project. The
internal ion optics of this new system were initially the same as our functioning system,
however, provisions have been made to implement the slit nozzle in the near future. Pumping
for the new instrument includes a 550 |/sec turbomolecular pump for the source region, and a
smaller, 250 I/sec turbomolecular pump for the flight tube. This system, assembled using
support from SRI, will be used to measure the spectroscopic signatures and detection limits of
target compounds. Thisinstrument makes use of the new ion source vacuum chamber and four-
valve assembly described above. These modifications, aong with the larger vacuum pump, will
simplify testing of the slit nozzle and rapid switching between varying sample streams.
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The new system can be used either with the same laser system as the existing jet-REMPI
instrument, or it can be easily moved to another laboratory where asimilar laser systemis
available for occasional use. Accessto the second laser system provides an opportunity to
simultaneously perform two different experiments using the two mass spectrometer systems. A
photograph of the new TOFMS and existing laser system is shown in Figure 15.

4 }I.-h 3 " B - " { o
Figure 15. Photograph of the new TOFMS and existing laser system at SRI.

3.1.11 Two-Color REMPI

Most of the data shown in this report were recorded using the two-photon, one-color
REMPI scheme where only the first photon is resonantly absorbed and the wavelength of the
second photon is not important so long as it excites the molecul e above the threshold for
ionization. This schemeis possible only so long as the resonantly excited level lies at an energy
of at least half of theionization potential (IP). If the S® S, transition energy islessthan 1P/2,
then either a third photon will be required for ionization, or a second photon of higher energy is
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needed. Although three-photon REMPI is possible, it isless efficient than the two-photon
scheme.

Figure 16 shows the variation in the S® S, transition energy for some dioxin congeners
as afunction of their degree of chlorination. Although data are not available for most of the
highly chlorinated dioxin congeners, estimates have been made based on conventional uv
absorption spectra. A monotonic decrease in the transition energy with chlorination is predicted.

Also shown in Figure 16 is the monotonic increase in 1P/2 as a function of chlorination. For
congenersthat lie to the left of the crossing point of these two parameters, the one-color REMPI
scheme can be used. This has been experimentally verified at least through the
dichlorodibenzodioxin congener. Interestingly, the important tetrachloro-substituted dioxinslie
very near the crossing point, and the applicability of the one-color REMPI scheme is uncertain.
It isclear, however, that for more highly chlorinated congeners, atwo-color scheme will be
required.

In preparation for two-color REMPI studies, we assembled the necessary optical
components to generate a second, fixed wavelength, of 266 nm. Figure 17 shows the optical
schematic of our modified laser system. Note that the tunable wavelength portion of the system
remains essentially unchanged from the previously used configuration. The additional laser
pulse at 266 nm is generated by doubling the excess 532 nm second harmonic of the Nd:YAG
fundamental. This second wavelength pulse overlaps the tunable pulse spatially within theion
source; however, it istemporally delayed by ~5 ns. Although the delay is adjustable, 5 nsisa
reasonable starting value. The delay must be long enough to alow molecules in resonance with
the tunable light to be excited before being ionized by the 266 nm photon, yet not so long that
they are either lost from the ionization region or the molecule returns to the ground state.

The additional laser pulse at 266 nm is generated by doubling the excess 532 nm second
harmonic of the Nd:Y AG fundamental. This second wavelength pulse overlaps the tunable pulse
gpatially within the ion source; however, it istemporally delayed by ~5 ns. Although the delay is
adjustable, 5 nsis areasonable starting value. The delay must be long enough to allow
molecules in resonance with the tunable light to be excited before being ionized by the 266 nm
photon, yet not so long that they are either lost from the ionization region or the molecule returns
to the ground state.

3.2 REMPI SPECTRA AND CALIBRATION METHODS

Theinitial test experiments designed to verify operation of the jet-REMPI system
consisted of placing asmall amount of liquid 2,5-dichlorotoluene into the inlet line of the pulsed
valve. The room temperature vapor pressure of 2,5-dichlorotoluene is high enough that no
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heating was required to generate a sample. Unfiltered room air was used as acarrier gasin these
experiments. Voltages on the TOFM S were initially adjusted according to the SIMION
calculations, and the laser was tuned to a wavelength of 279.6 nm where strong REMPI
absorption was expected. Within a short time, a mass spectrometric signal corresponding to the
parent ion at 160 atomic mass units (amu) was observed. Some additional adjustmentsin the
TOFMS voltages were made aong with adjustments in the pulsed valve parameters and the
delay time between the sample injection and the laser trigger.

We quickly found that the signal levels were too strong, causing nonlinear effects and
saturation of the detection electronics. The signal levels were reduced by using a combination of
reduced gain on the multichannel plate detector and by attenuating the laser intensity.

3.2.1 Initial Test Spectra

The initial mass spectrum measured for 2,5-dichlorotoluene showed very good mass
resolution in excess of 500 (m/Dm), and the chlorine isotopic peaks were easily resolved, as
shown in Figure 18. In addition, no significant fragmentation was observed, and no extraneous
background peaks were present. In this mass spectrum, the three major isotopic peaks at m/z
160, 162, and 164, corresponding to *CI**Cl, *CI*'Cl, and *'CI*'Cl, respectively, arein theratio
of 100:66.7:10.4. While these ratios are very close to the expected values of 100:65.0:10.6, the
minor discrepancies are actually the result of the very high wavelength resolution of our
instrument and the slight shift in resonance energy associated with the 1% mass difference
among the different isotopic species. Thus, awavelength of 279.6 nm will be in exact resonance
with the moleculescontaining *CI*Cl, dlightly off resonance with the moleculescontaining
*CI%Cl, and even further off resonance with the *CI*'Cl species.

A wavelength scan was performed for 2,5-dichlorotoluene between 260 and 285 nm. The
resulting REMPI signal at m/z 160 is shown in Figure 19. This preliminary jet-REMPI data
indicated that the molecules had not achieved the desired degree of internal cooling. Thiswas
manifested as wider than expected peaks in the wavel ength dependant scan of the parent mass
ions shown in Figure 19. While the wavelength dependence had the expected peaks at the
correct locations, the peak widths were considerably larger (50%) than expected from previously
published results on the same molecule. Two possible factors can lead to the observed peak
broadening: awider than expected laser linewidth, or target molecules that have retained
excessive internal energy as aresult of insufficient cooling in the gas expansion. Since the
Nd:Y AG-OPO system was operating optimally with alinewidth on the order of 0.04 cm™, the
most obvious source of peak broadening was due to alack of gas cooling in the jet.
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Figure 18. Mass spectrum recorded for jet-REMPI detection of 2,5-dichlorotoluene at a wavelength of
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Figure 19. Wavelength dependence of the m/z 160 ion signal for jet-REMPI detection of 2,5-

dichlorotoluene.

Molecules that have undergone afree-jet expansion will not exhibit the expected degree
of internal cooling if they have undergone either too few collisions during the expansion or too
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many collisions after the expansion. Given our operating conditions, the valve timing
parameters, and system pressures, it was apparent that the most reasonabl e explanation was too
many collisions. Also, during our testing, first one and then the second of our 250 L/s
turbomolecular pumps failed. The pump on the flight tube region was temporarily replaced with
a 170 L/s pump, while the source chamber pump was temporarily replaced witha330 L/s
turbomolecular pump.

With this configuration, we observed a slight narrowing of the absorption peaks, but still
not to the degree expected. We did, however, observe that the pressure differential between the
source (ionization) chamber and the flight tube was only afactor of 3, indicating that too much
of the sample gas |oad was entering the flight tube, rather than being retained and removed in the
source chamber. This observation led to a change in the way we isolated the two vacuum
regions. Specifically, we incorporated a cylindrical metal can that enclosed the ion extraction
optics. Thisisolation can was sealed to theion lenses, using a closely fitting Teflon ring.

L ater tests showed a slightly improved vacuum isolation; however, the relatively large
(1.27-cm-diameter) aperture in the ion extraction plate still provided too much gas conductance.
Because the ion beam at this position is expected to be afew millimeter in diameter, this aperture
size was reduced to 0.63 cm in diameter. The combination of enclosing the ion optics with the
smaller extraction aperture produced more than an order of magnitude reduction in the pressure
differential between the two chambers. Under these conditions, we again measured the
wavelength dependence for detection of 2,5-dichlorotoluene and found the peaks to be as narrow
as previously reported, indicating that the desired degree of molecular cooling had been
achieved.

The desired cooling effect was verified by measuring the wavelength dependence for
both 1,2-dichlorobenzene and monochlorobenzene. Both molecules exhibited very narrow
resonance absorption peaks. These results are shown in Figures 20 and 21, respectively.
Figure 22 shows the mass spectrum measured for the jet-REMPI detection of 1,2-
dichlorobenzene at a wavelength of 261.2 nm. Again, only the parent ion signals, including
isotopic chlorine, are observed. Similarly, Figure 23 displays the mass spectrum measured for
the jet-REMPI detection of monochlorobenzene at a wavelength of 266.0 nm.
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Following the source modifications described above, the jet-REMPI instrument appeared
to provide the expected degree of both optical resolution and mass resolution. These studies
clearly indicate the importance of maintaining the optimum vacuum conditions within the
ionization and ion extraction regions. They also indicate that the 250 L/s turbomolecular pump
used initially on the source region was too small to adequately handle the gas load from the
pulsed nozzle, especially for opening times of 200 ps or greater. Fortunately, larger pumps are
readily available and can easily be incorporated into the system without any modifications.
Larger pumps will become more important when the new valve is used due to the higher gas
flow.

Our first tests showed that the smaller aperture in the ion extract electrode produced the
desired reduction in the pressure differential between the ionization and detection chambers. We
also found that the wavelength dependence for detection of 2,5-dichlorotoluene showed peaks
that were as narrow as previously reported. This verified that the desired degree of molecular
cooling had been achieved. However, it remained to verify that the signal levels (and hence, the
sensitivity) of the instrument had not been adversely affected by the smaller aperture.

We therefore measured the signal levels for both 1,2-dichlorobenzene, and
monochlorobenzene. With some minor adjustment of the ion optical potentials, we found the
signal levelsto be essentially the same as those previously measured with the larger aperture.
Thisfinding is consistent with our expectation that the ion beam is smaller in diameter than the
0.63-cm aperture.

During this work, which involved the use of 1,2-dichlorobenzene as the sample gas, we
observed the expected, but very small, isotope shift in the peak optical absorption wavelength
dueto 'Cl relative to *Cl. This effect was observed by changing the OPO wavelength by
0.005 nm and observing that the ion signal associated with the *CI*Cl-C;H, decreased while the
corresponding signal from the ¥’CI*’CI-C4H, increased. Our ability to observe this effect
confirms several experimental factors. The OPO wavelength is very stable and reproducible, and
the sample molecules have achieved a high degree of internal cooling, allowing for very narrow
absorption features.

3.2.2 Lowly Chlorinated Dioxins

Following our preliminary experiments on chlorinated benzene and toluene that
established the operational ability of our instrument, we began an initial survey of the jet-REMPI
spectrafor simple, lowly chlorinated dioxins. Three congeners were examined in pure vapor
form: 2-monochlorodibenzodioxin, 2,7-dichlorodibenzodioxin, and 2,8-dichlorodibenzodioxin.
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REMPI spectrafor each of these compounds have been reported previously by others. We also
studied, a mixture of the 2,7-dichlorodibenzodioxin, and 2,8-dichlorodibenzodioxin congeners.
Thisisthefirst time that a mixture of these two closely related dioxin congeners has been
measured using jet-REMPI.

Figures 24 through 26 show the measured jet-REMPI wavelength dependence for the
three dioxin congeners studied in pure vapor form. For each congener, note that theion signal
shows numerous, narrow, absorption peaks corresponding to resonant excitation of different ro-
vibrational levelsin the ground electronic state of each molecule. Furthermore, thereisno
background ion signal measured at off-resonance wavelengths. For each congener, the
corresponding mass spectrum shows only the expected parent ion peaks, including the chlorine
isotopic peaks.
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Figure 24. Wavelength dependence of the m/z 218 ion signal for the jet-REMPI detection of 2-
monochlorodibenzodioxin.
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Figure 25. Wavelength dependence of the m/z 252 ion signal for jet-REMPI detection of 2,7-
dichlorodibenzodioxin.
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Figure 26. Wavelength dependence of the m/z 252 ion signal for jet-REMPI detection of 2,8-
dichlorodibenzodioxin.
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Of particular interest and importance are the data shown in Figure 27. Here, the sample
consisted of an equimolar mixture of the 2,7- and 2,8-dichlorodibenzodioxin congeners. Several
absorption peaks corresponding to each of the congeners have been noted to show that many
wavelengths are available for separately detecting these two closely related congenersin a
mixture. The mixture datain Figure 27 are essentially the algebraic sum of the wavelength scans
for the separate component shown in Figures 25 and 26. Although it has always been presumed
that such selective detection of closely related congeners was possible using this method, thisis
thefirst clear demonstration.

3.2.3 Other REMPI Spectra

During the course of Phase 2, we measured the wavel ength-dependent REMPI spectra of
anumber of important HAPs that are likely present in most incinerator exhaust streams. Two
examples are shown in Figures 28 and 29. Figure 28 shows the wavelength dependence for the
jet-REMPI detection of p-xylene, while Figure 29 shows the corresponding data for phenol.

As part of our development of arapid calibration method, our new data acquisition
software is capable of recording the full mass spectrum as the wavelength is varied. The result
of this can be viewed as a three-dimensional, false-color map showing the ion intensity (color) as
afunction of the mass (y-axis) and wavelength (x-axis). An example of thistype of map is
shown in Figure 30. Here, a mixture of benzene (78 amu), toluene (92 amu), and chlorobenzene
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Figure 27. Wavelength dependence of the ion signal at m/z 252 for the jet-REMPI detection of a mixture
of 2,7-dichlorodibenzodioxin and 2,8-dichlorodibenzodioxin.
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Figure 28. REMPI excitation spectrum for p-xylene.

1400

1200 Phenol

1000
800
600
400

200

0 '."'HI-IIF-—-
' I ' I ' I ' I ! I ! I ! I ! 1
245 250 255 260 265 270 275 280 285
Wavelength [nm]

Figure 29. REMPI excitation spectrum for phenol.

(112 amu) diluted in room air was used as the sample. It is apparent from Figure 30 that each
compound only givesrise to asingle parent ion signal, however, that ion signal appears at a
number of wavelengths. By taking acut in the vertical direction at a fixed wavelength, you
would produce a mass spectrum showing what ion signals you would expect if al of these
compounds were present in the sample stream; that is, achemical interference spectrum.
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By taking the corresponding horizontal cut through the data at a fixed mass, you would
obtain the normal REMPI excitation spectra, such as those shown in Figures 28 and 29. It must
be noted that the results shown in Figure 30 are preliminary in nature and included here only to
demonstrate the type of data visualization display that is being devel oped.

As an example, Figure 31 shows three horizonta cuts in the data from Figure 30, one at
each of the three primary mass peaks. As expected, we easily recover the REMPI excitation
spectrafor the individual compounds even though only one set of data was recorded.

Two additional test compounds were investigated, aniline, and o-toluidine. Both
compounds are known to yield sharp, well-defined REMPI spectra. By measuring these spectra,
we can simultaneously verify the wavelength dependence, the absorption linewidths, the absolute
mass calibration, and the mass resolution. The spectra that were measured for each compound
are shown in Figures 32 and 33. These spectra were indistinguishable from those that we
previously measured with the older instrument, as well as spectrareported in the literature
measured under comparable conditions.
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Figure 30. False color map showing the intensity (color) measured as a function of wavelength and
mass for a mixture of benzene (78 amu), toluene (92 amu), and chlorobenzene (112 amu).
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Figure 32. Wavelength dependence for the REMPI ionization of aniline.
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Figure 33. Wavelength dependence for the REMPI ionization of o-toluidine.

Based on the results obtained with the new mass spectrometer, we investigated the
REMPI spectra of the unchlorinated dibenzodioxin. Our wavelength scan is shown in Figure 34.
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Figure 34. Wavelength dependence for the REMPI ionization of dibenzodioxin.

Although the spectra measured using the new mass spectrometer system, including
aniline, o-toluidine, and unchlorinated dibenzodioxin, shown in Figures 32, 33, and 34,
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respectively, were essentially the same as we previously had measured with the older instrument,
we soon found that for even lowly chlorinated compounds with moderate vapor pressures, the
REMPI spectrawere much broader than expected. The apparent cause for this poor optical
resolution was insufficient thermal cooling in the jet expansion. We had previously observed
similar effects when using the original ion extraction configuration as supplied by R. M. Jordan.
Since the new spectrometer incorporated the standard Jordan source, we concluded that the small
spacing between the repeller and extraction electrodes was responsible for disrupting the free-jet
expansion and thereby preventing sufficient collisional cooling. To quickly overcome this
problem, we removed the ion source from our older spectrometer that had been modified to
increase the electrode spacing, and installed it in our new spectrometer. We then verified that
full molecular cooling was achieved.

As atest molecule, we examined the REMPI absorption spectrum of 2-
monochlorodibenzofuran (2-MCF). This species had not previously been studied by REMPI.
Figure 35 shows the jet-REMPI signal recorded for the parent (*Cl) ion at m/z 202 as afunction
of the wavelength for a one-color, two-photon ionization process. The wavelength dependence
shows numerous, well-resolved, absorption features. We noted, however, that both he relatively
low signal level and the lack of an apparent S® S, band origin at long wavel engths might
indicate that a two-color scheme would yield more sensitivity. We have made avery preliminary
test of this by combining a tunable photon with a fixed 266 nm photon, and indeed we see an

enhanced signal.
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Figure 35. Wavelength dependence for the REMPI ionization of 2-monochlorodibenzofuran.
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3.2.4 Two-Color REMPI Spectra

To demonstrate the two-color approach, we again examined the jet-REMPI wavelength
dependence for 1,2-dichlorobenzene. Figure 36 shows the m/z 146 ion signal measured using a
combination of tunable uv from the OPO and 266 nm produced by quadrupling the Nd:YAG
fundamental. Since 1,2-dichlorobenzene can also be ionized by the one-color, two-photon
scheme, we have shown that ion signal in Figure 36 as well.

Note that the large absorption peak at 272.61 nm appears using both ionization schemes.
However, the absorption peak at 273.58 nm appears only in the two-color signal. Thisfeature
arises from the absorption of one photon that is resonant with vibrationally excited ground state
molecules, followed by absorption of a 266 nm photon to produce ionization. Because the
absorption of a second photon at 273.58 nm cannot ionize 1,2-dichlorobenzene, this feature does
not appear in the one-color REMPI spectrum. As shown in Figure 36, the threshold for the one-
color, two-photon process is approximately 273 nm.

Some effort was also expended to improve the optics for performing two-color REMPI
experiments. In particular, the origina proof of concept two-color experiments used a tunable uv
photon in the 273 nm range combined with the fixed, 4™ harmonic of the Nd:YAG at 266 nm.
Although we will initially retain this overall configuration, the new optics will improve both the
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Figure 36. Wavelength dependence of the ion signal at m/z 146 for the jet-REMPI detection of 1,2-

dichlorobenzene. The lower trace was recorded using a one-color, two-photon, REMPI scheme.
The upper trace was recorded using a two-color, two-photon REMPI scheme where the second color
was at a fixed wavelength of 266 nm.
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ease of performing two-color experiments and the sensitivity of the method resulting form
improved stability and overlap of the tow laser beams within the ionization volume. We are also
considering implementation of a 5™ harmonic generator to yield afixed, 213 nm beam. The
increased energy of the second photon will make possible the detection of wider range of
compounds than is possible using the 266 nm color.

The REMPI absorption spectrum of 2-monochlorodibenzofuran (2-MCF) signal recorded
for the parent (**Cl) ion at m/z 202 as a function of the wavelength for a one-color, two-photon
ionization process showed numerous, well-resolved, absorption features (Figure 35). We noted,
however, that both the relatively low signal level and the lack of an apparent S® S, band origin
at long wavelengths might indicate that a two-color scheme would yield more sensitivity. We
made a very preliminary test of this by combining a tunable photon with afixed 266 nm photon,
and indeed we see an enhanced signal.

We extended these two-color measurements which have verified and quantified the
improvement. Figure 37 shows the measured REMPI signal for the parent ion (m/z 202) using
different excitation/ionization schemes. Initially, only the fixed wavelength at 266 nm was used.
With aenergy of 0.2 mJ, no REMPI signal was measured, as expected. After several minutes,
0.5 mJof tunable light at 300.41 nm was added, resulting in an immediate increase in the signal.
Thissignal remained constant for many minutes until the 266 nm fixed wavelength laser was
blocked. Although the tunable laser at 300.41 remained on resonance, the REMPI signal
deceased by afactor of ten. Finally, the OPO was detuned from resonance where 0.5 mJ at 300.3
nm again produced no measurable signal.

0.5mJ @ 300.41 nm
] +
14 0.2mJ @ 266 nm

12+

10+

0.5mJ @ 300.41 nm
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Figure 37. Dependence of the REMPI ionization signal for 2-monochlorodibenzofuran using different
excitation schemes.
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It should be noted that the relatively large fluctuations in the two-color signal were due to
variations in the energy of the 266 nm light. These variations were in turn caused by the lack of
temperature stability of the externally mounted doubling crystal. A thermostated enclosure was
added to the crystal, and these fluctuations have been greatly reduced by maintaining it at
35deg C.

3.2.5 Calibration M ethods

Before jet-REMPI can be used as a CEM, avariety of field calibration methods must be
developed. Three types of instrumental calibration is needed, one for each of the three key
parameters; intensity, mass, and wavelength. Intensity calibration will require development of a
standardized vapor delivery system capable of introducing a know, reproducible, concentration
of acalibrant into the inlet.

Cdlibration of the mass and wavelength can actually be accomplished simultaneously
through the appropriate choice of atarget molecule. Asan example of how this might be
accomplished, we have chosen perdeuterobenzene (C,D,) as atest molecule. While benzene and
deuterobenzene (C;H;D) will be present in most incinerator sample streams, perdeuterobenzene
will never occur naturally. Moreover, there are no commonly occurring interferents at mass 84.
Figure 38 shows the REMPI excitation spectrum for a 1:1 mixture of benzene and
perdeuterobenzene. Note that over this narrow wavelength scan, each molecule exhibits only
two, narrow, absorption features.

The perdeuterobenzene features are the same magnitude as the undeuterated molecule,
and each is shifted by afixed amount. Because the perdeuterobenzene features are so narrow,
they can readily be used to check the wavelength calibration of the OPO. At the sametime, a
narrow wavelength can will provide two independent mass peaks (78 and 84 amu) that can be
used to verify the time-to-mass conversion factors. In principle, it is better to have two or mass
peaks with alarger mass separation, however, for a periodic check of the mass calibration, this
approach may be adequate. Of course, other, higher molecular weight compounds can be added
to the calibration mixture to accomplish this.
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Figure 38. REMPI excitation spectra for a 1:1 mixture of benzene (78 amu) and perdeuterobenzene (84
amu) recorded simultaneously as a function of REMPI excitation wavelength.

3.2.6 Off-line Sampling

An important aspect of the dioxin CEM development effort is the sampling. While
development of a sampling system was originally part of our planned effort, a number of factors
have led us to reduce the level of effort devoted to this aspect of the work. Among the factorsis
the continuing uncertainty of the role of particulates in dioxin monitoring, the ongoing
sampler/preconcentrator development effortsin Dr. Brian Gullett’ s laboratory at EPA, and the
corresponding sampler work being pursed at MSE and DIAL.

As part of SRI’s ongoing EPA effort to apply jet-REMPI to characterization of urban air
pollutants, it was essential that an external sampling method be developed so that preliminary
laboratory studies of the typical composition and concentrations of HAPs in urban air could be
conducted prior to planning any field studies. Although that effort was not directly associated
with the dioxin CEM project, the experience and results are sufficiently relevant that they are
included here.

As afirst approach, we used standard charcoal sorbent tubes connected to portable air
metering pumps. By operating the pumps at a calibrated air flow for selected periods of time, we
could sample known volumes of air. The sorbent tubes were then returned to the laboratory and
the adsorbed organic compounds recovered using conventional solvent extraction methods.
Because we needed to perform a chemical survey before applying jet-REMPI, we analyzed the
extracted samples using GC-MS. Once a set of target compounds had been identified by GC-
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MS, the same sample was examined using jet-REMPI to confirm their presence and ascertain the
signal levels available from our instrument.

The sampling method can be summarized as follows:
(1) Open hermetically sealed carbon filter element (CFE) and insert in
sample pump inlet tube;
(2) Calibrate flow using a Buck flow meter
(3) Start sample pump and mark time
(4) At end of desired time duration, stop pump
(5) Remove CFE from pump inlet hose and cap open ends of CFE
(6) If at remote site, place capped CFE in cooler with icepack

The laboratory extraction procedure can be summarized as follows:
(1) Break open main sample volume of CFE.
(2) Pour filter carbon into sample vial
(3) Cap sample via and label
(4) Repeat for breakthrough volume of CFE
(5) Add 1.0ml of CS, to samplevial
(6) Wait minimum of 30 min

The GC/MS analysis procedure can be summarized as follows:
(1) At beginning of day, run GC-MS calibration
(2) Run previously developed method “CS2MI1X”
(3) Inject 2.0m of sample into GC/MS inlet
(4) After GC/MS run, analyze spectrum with NIST MS search
(5) At end of day, run bake column

The Jet-REMPI analysis procedure can be summarized as follows:
(1) Warm-up laser system
(2) Calibrate system, see note below
(3) Evacuate heated inlet sample flask
(4) Inject 10m of sample into flask
(5) Select wavelength and mass
(6) Adjust gain
(7) Select filename and set beginning and ending wavelengths
(8) Plot and examine final REMPI data

Note that we created a calibration mix to check and adjust the wavelength ranges and
mass calibrations. Thiswas used in the beginning to set up the data acquisition software and
occasionally to verify that the setup was still in spec.
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To test this sampling and analysis approach, we took samples were taken from open
containers, gasoline tank headspace, automobile exhaust, and ambient air. In ambient air, we
collected samples on a CFE for 3.5 hours, to obtain enough sample to use GC/MS as a survey
tool. Only toluene showsin the GC/MS scan asasmall signal. To use jet-REMPI, we diluted
the sample by afactor of 20,000 to avoid overloading the instrument. This dilution is equivalent
to adirect measurement with a sampling time of about 1 sec. All of the BTEX (benzene,
toluene, ethyl benzene, and the xylenes) compounds were readily seen in the jet-REMPI
instrument, and the three isomers of xylene can be individually quantified. Our preliminary
study showed that not only can many urban air pollutants, such as BETX, can be detected
quantitatively using jet-REMPI using long-term sorbent sampling, but more importantly, because
of the high sensitivity of REMPI, these same compounds could aso be detected in the field in
near real-time without sampling and preconcentration.

3.2.7 Improved Dynamic Range

One of the critical limitationsin our system isthe 8-bit digitizer. At the present time, al
digitizers operating above 200 MHz are limited to 8-bits. This effectively yields adynamic
range of at most 255:1, but more realistically, about 100:1 due to random noise fluctuations. In
practical terms, this means that once the parameters of the signal chain are fixed (MCP voltage,
preamplifier gain, digitizer input attenuation) to keep the largest signals on scale, then any minor
peaks less than 1% of full scale are not easily recovered. Signal averaging can help recover
small peaks from the noise, but since the S:N improvement varies only with Q(repetitions),
considerable additional time is required to achieve a substantial improvement. Another approach
to improving the dynamic range is to employ alogarithmic amplifier (log amp). This approach
has traditionally been problematic due to the limited speed of log amps and their inherent
electrical noise. Newer log amps offer the possibility that this approach may be viable, and we
are planning to test an Analog Modules Model 384 in the near future. One other option to
improve the dynamic range of the digitizer isto use two digitizersin tandem, each with a
different gain. The resultant signal is then reconstructed from the two separate digital traces
using the relative gains. The major disadvantage of this approach is the $6500 cost for each
digitizer.

Because we have a spare Signatec DA500A digitizer board, we investigated the use of a
second digitizer as a means of increasing the effective dynamic range of our data acquisition
system. The DA500A digitizers has the capability of being configured in a master-slave
arrangement. This configuration uses only a single channel counter to advance each digitizer,
ensuring perfect temporal registration of the two traces. Test software was written to implement
the master-slave configuration and a 40 MHz arbitrary waveform generator was used to provide
atest signal whose relative peak amplitudes could be easily controlled.
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Figure 39 shows the results of thetest. Thefirst digitizer was adjusted to have afull
scaleinput of 0.237 Vdc, while the second digitizer was set for afull scale of 1.282 Vdc. Both
digital traces (shown as the upper and middle graphs, respectively) were transferred to the
computer after each trigger and an effective signal synthesized (lower graph). The algorithm
used to synthesize the resultant signal was simply:

signal(i) signal, (i) if signal,(i)<255

signal,(i) * gain,/gain, otherwise

where i =1 to 16384

For the data shown in Figure 39, the gain ratio was 5.409, yielding an effective dynamic
range of 10-bits, or nearly one order of magnitude better than asingle digitizer. Note that in the
upper trace, the signal periodically exceeds full scale of the first digitizer, while the gain of the
second digitizer is such that the middle trace is always less than full scale. Although not
apparent, all of thelow level signal details visible in the upper trace are reproduced exactly in the
bottom trace.

In principle, again ratio of more than 18:1 can be achieved using the DA500As which
would provide an effective dynamic range of 12 bits. Currently, however, the output of our fast
preamplifier islimited to less than 2 volts, so the full 12 bits cannot be realized. Nonetheless, the
results shown in Figure 39 show that an order of magnitude improvement can be achieved with
minimal additional programming effort.
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Figure 39. Test of dual digitizer data acquisition system. The upper trace was acquired on the first
digitizer with a full scale input of 0.237 Vdc. The center trace was acquired on the second
digitizer with a full scale input of 1.282 Vdc, and the lower trace is the composite signal
produced according to the algorithm described in the text.

3.2.8 Field Work EPA NRMRL

SRI had a unique opportunity to perform a series of pseudo-field measurements without
the time and expense associated with transporting the instrument to afield site. Thiswas
possible because by using the REMPI apparatus that SRI built for Dr. Brian Gullett at the EPA’s
NRMRL. Since that apparatus is essentially a duplicate of the one currently in use at SR,
measurements taken with the system in conjunction with EPA’s combustion facility allowed us
to make these “field-like” measurements.

Dr. Oser, therefore, traveled to NRMRL and was able to perform numerous experiments
using the SRI-built REMPI apparatus in conjunction with the EFR flow reactor. A diagram of
the flow reactor is shown in Figure 40. An outline of these experiments was provided in
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Figure 40. Diagram of the US EPA combusiton research flow reactor used in the field measurements.

Appendix A Proposed Test Plan, which was submitted prior to beginning the work. The
outcome of these experimentsis being critically examined and will be the focus of ajoint SRI-
EPA publication. It should be noted, however, that for the most part the experiments were
successful, and should yield considerable new information. It is also worth noting that the
apparatus was operating at least aswell aswhen it wasfirst installed at RTP, with typical
detection limitsin the low ten’s of ppt for simple aromatics such as benzene. The preliminary
results are reported here.

Among the most intriguing observations was the detection of several interesting species
that were identified in anominally “clean” methane flame. Benzene and phenol were both
positively detected in the off-gas stream of the reactor. In addition, clear evidence was also
found for aniline produced in the EPA reactor under the test conditions. For all species, the
measured spectra are essentially identical to those recorded using a“clean” test gas mixture and
all were easily detected in the exhaust stream. Furthermore, their presence could be entirely
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attributed to the methane combustion chemistry as the background levels were not detectablein
the absence of the flame.

Figure 41 shows the time dependence of the phenol signal at m/z 94 with the laser tuned
to the primary resonance at 274.1 nm. The time resolution of this data was 1 second,
corresponding to 10 laser shots per data point. Between t =0 and 250 seconds, the background
signal was measured with no reactant gases flowing. At 250 seconds, the methane and oxygen
reactants were introduced but without igniting the flame. Note that prior to flame ignition, the
phenol signal was essentially absent. At the point indicated on the figure, the flame was ignited,
and the phenol signal rose rapidly and remained more or less constant until the flame was
extinguished. With the flame off, the phenol signal initially decreased rapidly followed by a
slower decrease back to the baseline. The slower decay was likely due to residua phenol in the
sampling line and pulsed valve. Increasing the temperature of these components would likely
decrease the phenol clearance time. Under the REMPI conditions used to measure the datain
Figure 41, we estimate the phenol concentration to be 150 ppt.

Figure 42 shows a similar time history recorded for the aniline signal at m/z 93 and a
wavelength of 292.8 nm (see Figure 43). In this measurement, the methane flame equivalence
ratio was also 0.8. Again, the aniline signal was absent until the flame was ignited, at which
point it rose rapidly and remained easily measurable until the flame was extinguished. No
estimate has been made yet for the concentration of aniline in the exhaust gas stream.
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Figure 41. Time dependence of phenol measured in a lean methane flame at EPA.
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Figure 42. Time dependence of aniline measured in a lean methane flame at EPA.
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Figure 43. Wavelength dependence of the aniline jet-REMPI signal measured in a lean methane
flame at EPA.
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Because the observation of aniline in the exhaust stream from anominally pure methane
flame was unexpected, a wavelength scan was recorded at m/z 93 to confirm the identification.
Figure 43 shows the measured REMPI signal over the wavelength range from 287.5 nm to 293.5
nm. This spectrum corresponds to the known REMPI absorptions for aniline under jet-cooled
conditions. Note that the datain Figure 42 was measured with the laser tuned to the primary
resonance line at 292.8 nm.

3.2.9 Other Collaborations

During the course of this effort, SRI interacted with a number of other research groups
involved in closely related efforts. Drs. Crosley and Oser visited the DIAL group at Mississippi
State University to discuss complimentary field experiments that could be performed at their
facility as part of our future efforts to develop and test jet-REMPI under a variety of conditions.

In light of SRI’s plans to eventually test the jet-REMPI system on a pilot-scale
combustor, it became clear that we would need to coordinate our instrument design efforts with
those of the sampler developers. Asaresult, avisit was made by Drs. Coggiola and Oser to the
facilities of M SE during this reporting period. Detailed technical discussions were held covering
their sampler probe design, function, and possible integration with our system. Planswere also
discussed for possible field experiments to be conducted at M SE that would be designed to make
a side-by-side comparison of the real-time jet-REMPI detection of important organic compounds
with MSE’ s sorbent tube collection and offline GC-MS analysis.

SRI has recently been asked to participate in an international effort to assemble a REMPI
data base of common chemicals detectable by this method. The consortium has applied to
I[UPAC for recognition and funding. SRI intends to share with the group our library of REMPI
spectra, and furthermore, we will use this opportunity to help develop a uniform reporting format
and searchable database.

In addition to these collaborations, SRI maintains a close working relationship with Dr.,
Gullett.

3.3DIOXIN CEM DESIGN SPECIFICATION

3.3.1 TEQ Monitor

Based on the results obtained to date, it is not possible to conclude that an instrument
based on ajet-cooled molecular beam combined with REMPI and TOFM S will ultimately
provide the sensitivity, selectivity, and time response required for adioxin CEM. This
observation is based on a number of factors, including the “chlorine effect”, and the unresolved
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issues associated with the role of particul ates in the formation and transport of dioxins and
furans.

The so-called chlorine effect has been observed and verified by every group applying
REMPI to polychlorinated dioxins. This effect, which manifestsitself as a significant reduction
in ionization efficiency for each additional chlorine added to a congener, may substantially limit
the ability of REMPI to achieve the sub-ppt detection levels required of a compliance CEM.
While the chlorine effect has not been verified for all important congeners, and hence may be
less important than currently believed, there is sufficient evidence to make it reasonable to
assume that it will impact the detectability of more highly chlorinated congeners. There area
variety of potential ameliorating techniques that might be employed. For example, the use of
two-color REMPI, shorter laser pulses, and improvements in the ion extraction and detection
could overcome, at least in part, the reduced ionization efficiency of highly chlorinated dioxins.

The issues associated with sampling in general, and the role of particulatesin particular,
has not been adequately addressed by the dioxin CEM community to the point where useful
guidance isavailable. One of the most significant technical issuesin regard to sasmpling is the
requirement to maintain all surfaces of the sampling line at an elevated temperature such that the
most highly chlorinated dioxin and furan congeners of interest (2,3,7,8-chlorine substituted
species) are not lost due to condensation. This thermal requirement extends to the pulsed valve,
aswell. Moreover, the actual surface materials that are in contact with the sampled vapor stream
are critical, further exacerbating the difficulties. Finaly, akey issue isthe disposition of
particul ates in the sample stream. Because particles, and any adsorbed dioxin and furan
congeners, are included in the standard method 23 sample collection and analysistrain, they are
ade facto part of the TEQ determination. Thus, since particulates contribute to the TEQ, they
too must be included in the REMPI TEQ measurement. Despite their potential importance, there
are currently no adequate sampling and desorption methods suitable for use with areal-time
dioxin CEM regardless of the detection methodology. It seems clear that more work will be
required in the future to address these issues.

As ageneral design specification, ajet-REMPI based dioxin CEM would consist of the
basic components used in our laboratory prototype, abeit with significant improvements where
feasible. The generic specification therefore consists of: (1) a heated sampling and transfer line
whose surfaces are chemically inert toward all congeners of interest; (2) a heated, pulsed valve
with similar thermal and chemical characteristics; (3) a narrow band, tunable, pulsed uv laser
source operating at as high arepetition rate as the detection el ectronics, pulsed valve, and
vacuum system will allow; (4) ion extraction optics capable of collecting and focusing the vast
majority of nascent ionsinto the mass spectrometer; (5) atime-of-flight mass spectrometer with
mass resol ution exceeding 500, and preferably at least 1000; (6) an ion detector that is linear
with incident current over 3-4 orders of magnitude without signal distortion or electronic ringing;
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(7) apreamplifier with a minimum 500 MHz bandwith; (8) a high speed digitizer providing at
least 12 bits of effective resolution and a single shot time resolution of 1-2 nsec and a high-speed
data transfer rate to the data acquisition computer; (9) on-line wavelength, mass, and intensity
calibration; and (10) afully automated, autonomous control system.

There are numerous other operational specifications for many of these components that
are not explicitly stated here. For example, the uv output of the laser system must be very stable
in wavelength, linewidth, optical beam quality, and intensity independent of the thermal and
mechanical environment in which it would operate. Moreover, the laser conditions must be
reproducible over long periods of time to avoid the need for recalibration. While this might be
accomplished with a combination of temperature control and vibration isolation, these are not
necessarily simple engineering issues. Similarly, the optical alignment of the ionization laser
beam with the ion source region is critical to maintain optimum overlap between the laser and
pulsed gasjet. Variationsin the spatial overlap between these two can lead to significant
degradation in both the signal level and the apparent mass resolution. Thus, mechanical rigidity
of the entire system isacritical engineering design parameter.

It isinstructive to review the current state of development of each of the key components
outlined above. Table 3 summarizes the requirements and the currently available or
developmental capabilities for each component.

Table 3
COMPARISON BETWEEN REQUIRED AND CURRENTLY AVAILABLE PERFORMANCE
SPECIFICATIONS FOR KEY COMPONENTS OF A JET-REMPI SYSTEM

Component Required Performance Curently Available
1. heated sampling and transfer surfaces are chemically inert could be assembled using
line toward all congeners of interest existing technology with the

exception of particulate treatment

2. heated, pulsed valve surfaces are chemically inert problematic, both with regard to
toward all congeners of interest chemical inertness of the
surfaces and thermal

performance
3. narrow band, tunable, pulsed operate at as high a repetition could be assembled using
uv laser source rate as the detection electronics,  existing, commercial systems

pulsed valve, and vacuum
system will allow

4. ion extraction optics capable of collecting and highly refined, and meet the
focusing the vast majority of demands
nascent ions into the mass
spectrometer

5. time-of-flight mass mass resolution exceeding 500, can be readily assembled or
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spectrometer

6. ion detector

7. preamplifier

8. high speed digitizer

9. calibration

10. control system

and preferably at least 1000

linear with incident current over
3-4 orders of magnitude without
signal distortion or electronic
ringing

minimum 500 MHz bandwith

at least 12 bits of effective
resolution and a single shot time
resolution of 1-2 nsec and a high-
speed data transfer rate to the
data acquisition computer

on-line wavelength, mass, and
intensity

fully automated, autonomous

purchased

can be readily assembled or
purchased

can be readily assembled or
purchased

could be assembled form
commercially available systems,
high cost

could be developed using
existing technologies

could be developed using
existing technologies

3.3.2 Alternative REMPI-Based | nstrumentation Schemes

While atrue TEQ compliance monitor is not yet possible using the jet-REMPI approach,
the technique may prove useful as a surrogate, or indicator monitor. This application would
involve continuous measurement of surrogate compounds, such as lowly chlorinated dioxins and
furans, or other species whose concentrations have been previously correlated with the TEQ. Such
an instrument may not require the extreme sensitivity of a compliance monitor although the high
degree of chemical selectivity could remain important. Specific operational criteria depend
strongly on the specific target compounds.

The configuration of such an instrument would depend strongly on the specific chemical
surrogate(s) chosen and their anticipated concentration(s) and form. Assuming that the
surrogates were lowly chlorinated dioxin and furan congeners with three of fewer chlorine
atoms, then the laboratory prototype system developed and used in this effort would form the
basic design specification. In particular, the pulsed jet inlet, narrow-band laser, and modest
resolution TOFM S would all be required to maintain adequate sensitivity and selectivity.
Because only lowly chlorinated congeners would be of interest, the thermal issues associated
with both the transfer line and the pulsed valve would be easily mitigated using conventional

technologies.

Should arobust correlation between simpler surrogates, such as chlorobenzenes, and the
true TEQ be established for a particular combustion system, then a REMPI-based instrument
might be simplified aswell. These simplifications might be include replacement of the pulsed
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valve with a capillary inlet, and the use of awider band, tunable uv laser source, or even, afixed
frequency (266 nm) pulsed source. The capillary inlet would consist of alength of uncoated,
glass capillary tubing that forms a gas flow restrictor, limiting the pressure in the ionization
chamber to areasonable value. Such aninlet is continuous, rather than pulsed, thus the average
flow must be considerably less than the currently used pulsed flow. Nonetheless, the pulsed
ionization source would still allow use of TOFM S detection.

The benefits of this simplified design include considerably lower cost, reduced size and
complexity, and improved robustness and easy of use, particularly if afixed frequency laser
source is used in combination with a pulsed valve. The drawbacks include reduced sensitivity
and selectivity, the need for an acceptable surrogate-TEQ correlation that is valid over arange of
operating conditions and feedstocks, and the possibility that the resulting measurements would
not satisfy regulatory requirements. In fact, the measurements made using such a system are best
considered as a real-time indication of the process conditions, rather than as areal-time
emissions monitor. Such a measurement could be very useful in ensuring that the combustion
process is operating within acceptable design parameters, and by inference, in compliance with
emissions limits.

It remains to be shown that appropriate surrogates are available whose levels correlate
with the TEQ. If acceptable surrogates are found, then it must be demonstrated that they can be
measured in real-time and at the expected levels with a simplified instrument.

4. CONCLUSIONS

We can conclude from our work to date and the extremely demanding regulatory
compliance monitoring requirements involving both congener specificity and sub-part-per-trillion
sensitivity with near real-time speed, that it is not as yet possible to specify a system configuration
for atrue dioxin compliance monitor. Asdetailed in this report, this conclusion is based on a
number of factors, including both scientific, technical, and engineering issues.

We have developed a number of concepts for instrumental improvements that will
substantially increase our sensitivity while maintaining the exceptional selectivity required of a
dioxin CEM. In addition, we have developed several system configurations with varying degrees
of functionality that can be further developed and deployed for process monitoring, surrogate
measurements, and potentially, as a dioxin control CEM.

5. FUTURE WORK
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The direction of future work on the development and application of the jet-REMPI
method for continuous emissions monitoring will depend strongly on the intended application.
Should atrue TEQ compliance monitor be required, then the effort would clearly focus on
improving the sensitivity to overcome the apparent chlorine effect. At the same time, the critical
sampling issues, especially those associated with particul ates, must be addressed and
satisfactorily resolved.

While SRI has measured the jet-REMPI spectra for many pollutants of interest, including
selected polychlorinated dioxins, many additional congeners must be similarly investigated so as
to expand the library of detectable compounds. All work to date indicates that this readily done
for dioxins and furans with three or fewer chlorines using the current system. For more highly
chlorinated species, the two-color approach will be require, athough we have demonstrated
during this effort that it works well and is easily implemented in the laboratory. Inclusion of the
more highly chlorinated speciesin the spectral library would also require a high temperature inlet
and pulsed valve, both of which are developmental items. Sensitivity is not an issuein regardsto
acquiring REMPI excitation spectra, so no additional developments would be required for that
work.

As detailed elsewhere in this report, sampling issues remain largely unresolved. The use
of fast preconcentration/desorption may be a viable means of improving the effective sensitivity
of the method. If the preconcentrator can introduce some degree of preseparation, then it could
improve selectivity aswell. Sample preconcentration might also help to resolve the particulate
problem by allowing collection and then thermal desorption of adsorbed species from particlesin
the exhaust stream. Clearly, this process will be difficult to implement in a quantitative way
while maintaining the time response of the system.
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APPENDIX A

Preliminary Test Plan
Field M easurements Using Jet-REMPI: Application To Flow Reactor
Combustion Processes

Research test plan for the visit of Dr. Harald Oser, June 18-29, 2001, to EPA/APPCD, Research
Triangle Park, NC. Thistest plan isbased on the assumption that as of June 18, 2001.

The EFR flow reactor will be available for tests.

A REMPI library including additional aromatic compounds will be available based on a
recently purchased mixture of aromatics.

A non-Teflon (quartz or stainless steel) sampling line is available.

The preliminary test plan includes three types of experiments list in order of priority:

. Flue gas sampling versus N,, N,/H,O environment. What is the effect of flue gas on the
REMPI signal of a known compound, for example, deuterated benzene? What compounds
can be identified as PICs?, versus equivalent ratio?

The jet-REMPI apparatus will be setup to sample directly from the EFR flow reactor.
Initially, deuterated benzene will be injected into the inlet, and a baseline signal level
established. The same species will then be monitored with the flow reactor in operation to
assess the impact of flue gas on detection. Flow reactor conditions will be varied astime
allows. A search will be made for products of incomplete combustion using the expanded
REMPI aromatic library.

. Sampling for dioxins using N, carrier gas spiked with known levels of selected dioxin
congeners (non- and lowly-chlorinated). Investigate possible production of dioxinsin the
flue gas resulting from addition of fly ash and/or reactive species.

Sampling issues. One sampling issue regards the possible influence of water on the REMPI
signal. Prior work at EPA has shown the deuterated benzene signal increases when water vapor
is present in the sample stream. These measurements were made using a Teflon transfer line,
and the will be repeated using either a stainless stedl or, preferably, quartz sampling probe.

I ssues regarding sampl e recovery, adsorption, pre-exposure of lines, and response times may be
investigated if time permits.
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APPENDIX B

SRI Proprietary Design Conceptsfor Improved Slit-Type Nozzle and 1on Extraction Optics

Previous jet-REMPI studies of chlorinated aromatic compounds, show that achievable
sengitivities are in the low parts-per-trillion range. Our preliminary experiments, described
below, confirm this observation. While this represents excellent chemical sensitivity that is
sufficient for many analytical applications, it must be improved by several orders of magnitude
for adioxin and furan CEM.

SRI developed severa concepts for improving the sensitivity of our jet-REMPI
instrument. One of the most promising improvements is the use of dlit-type pulsed nozzle in
place of the standard valve with acircular orifice. A dit-type pulsed valve will produce awide
gasjet that, when crossed by the laser, will yield a much larger ionization volume than the
existing configuration. Although dlit-type pulsed gas valves have been developed previously,
they have not been used with laser ionization, and therefore, no designs exist for the critical ion
extraction optics that can accommodate a line-source of ions.

Using SIMION, we have now developed anew ion optical design, shown in Figure B1.
Note that the lenses are not circular, but rather slits with the longer dimension into the plane of
the page. The dotted lines indicate open mesh grids used to maintain the proper electrostatic
fields and to shield the ions from the distortion induced by the large, grounded, valve body
approximately 1 cm from the laser beam. Note also that the vertical and horizontal scales are not
equal in this sketch; the horizontal dimension is compressed to keep the full 30-cm length
visible, while the vertical dimension is expanded to show the electrode detail.

SIMION simulations of this source show excellent ion beam behavior in the field-free
flight tube to the left of the sketch. This behavior can be seen by the ion trgjectories shown in
Figure B1, which shows the very tight ion focal point just inside the second lens element to the
left of the laser ionization region. Thiswill allow usto incorporate a small-diameter skimmer at
that point and hence to provide differential pumping within the source region to reduce the gas
load due to the much larger open area of the dlit nozzle as compared with the conventional
circular nozzle. Some of the key characteristics of the new source are listed in Table B1.

In addition to the SIMION simulations described above for the design of theion
extraction optics, we have begun performing gas dynamic simulations to better understand
optimal dlit configurations, the tradeoffs involved with the use of adlit nozzle instead of a
circular nozzle, and any resulting constraints on our improved ion optics. These simulations are
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based on method of characteristics calculations for free jet expansions from circular and dlit
shaped nozzles.™**® The accuracy of these calculations, which assume an isentropic gas

Pulsed Slit-Type Valve

Electrons

Figure 8.  Design of the ion extraction optics for a slit-type pulsed valve. lon trajectories were

calculated by SIMION for realistic ionization and source conditions.

Table B1
CHARACTERISTICS OF THE SLIT-TYPE ION SOURCE

Feature Effect
Use of wire mesh grid * No disturbance of electrostatic field distribution with small
structures separation between laser beam and metal valve.

« Smallest possible distance from grid to laser beam of 1 cm.

« Allows experimental verification of cooling effects either with
circular or slit nozzle and locating the optimum distance between
valve and laser beam to maximize sensitivity and selectivity.

« Allows a determination of the effective temperature in the
supersonic beam, using either NO or benzene.

Symmetrical arrangement of ~ «  Electrons are removed from the system within the shortest possible
acceleration and repeller time. This reduces possible interaction between electrons and
electrodes sample and increases the S/N ratio.

« Detection of electrons is possible, if desired.

* Reduces interference of the supersonic beam by electrodes.
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Design of electrodes »  Grid-free electrodes give higher ion transmission.

e Slit formed electrodes in combination with optimized field
distribution increase the accessible ionization volume with
acceptable mass resolution.

* Incorporates a skimmer in the acceleration electrode to reduce the
carrier gas flow into the MS and minimize the interaction time
between ions and background gas in the “high pressure” region of
the ion source.

* Allows “collinear” arrangement of valve and ion source.

*  Minimal exposure of the ions to the surface of the acceleration
electrode.

expansion, has been tested previously by others. Although the dlit expansion typically cools
more slowly than the circular expansion, the fact that the nozzle width is typically narrower than
the circular nozzle diameter compensates for this effect. Detailed results from these difficult
calculations are not compl eted.

Based on the promising results of our ion optical simulations for a slit-type geometry, we
turned our attention to the details associated with fabricating the various ion optical lens
elements required to assemble this device. The primary difficulties in fabricating these lens
elements are their small physical dimensions and the very close tolerances that must be
maintained to create the required electric field uniformity. We determined that standard
mechanical machining approaches could not achieve the required specifications. Asan
alternative, we explored fabrication methods based on el ectrodeposition of copper onto a
machined form. Following removal of the form by chemical dissolution, the resulting copper
lens element would be overcoated first with nickel, then gold.

A vendor was located who could maintain our dimensional specifications, and a number
of dit-type electrodes were fabricated using this approach. Sacrificial aluminum forms were
machined and plated with copper to the desired thickness. The aluminum forms were then
removed by etching in a hot solution of sodium hydroxide. After the copper electrodes are gold
coated, they will be assembled into an ion source. This fabrication approach appearsto yield
copper electrodes of very high quality and dimensional accuracy.

We have begun making modifications to the older TOFM S to accept the dlit source. We
are currently having the previously fabricated, copper, dlit-type ion optics coated with gold. We
are also planning to purchase alarger turbomolecular pump of at least 1000 I/s for the source
region, as well as a high vacuum rotatable flange. The former isrequired to handle the much
higher gas load that will be generated using the dlit valve, while the latter is hecessary to provide
exact alignment of the valve with the laser and extraction optics.
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We making modifications to our older TOFM S to accept the slit source, and we have
recently purchase a 1300 I/s turbomolecular pump for the source region, aswell asahigh
vacuum rotatable flange. The former is required to handle the much higher gas load that will be
generated using the dlit valve, while the latter is necessary to provide exact alignment of the
valve with the laser and extraction optics. Both components were acquired using capital
investment funds from SRI.

The new ion optics for the dlit source have been completed and mounted in the old ion
source chamber. The mechanical mount for the dlit valve has also been finished, providing both
vertical adjustment, as well as rotational alignment. These two degrees of freedom are required
to alow usto optimize the signal by adjusting the nozzle-to-laser separation, and the alignment
of the jet with respect to the laser to maximize overlap. Thefina step in preparing the system
for testing is mounting of the new 1300 I/s turbomolecular pump for the source region.

The new ion optics for the dlit source had been completed earlier, however, final
mounting in the old ion source chamber required several custom fabricated parts. In particular,
the low pressure flight tube region must be isolated from the high pressure source region. This
isolation is provided by alarge collar that surrounds the exit of the ion source with asmall ion
exit aperture leading to the flight tube. The collar must be electrically insulating and able to
withstand elevated temperature, hence it is made from Teflon. A photograph of the new source
isincluded with this report. The final step in preparing the system for testing is the mounting of
our new 1300 I/s turbomolecular pump on the source chamber, which also requires some custom
fabricated components.

During the course of Phase 2, we determined that General Valve Corporation offers adlit-
type valve based on the same electromechanical valve driver that we are currently using.
Although it is not clear if the new valve design can withstand the elevated temperatures required
for our application, it will nonetheless allow us to rapidly assess the impact of the slit design on
our sensitivity. We therefore purchased a dlit valve and plan to evaluate its performance as soon
asthe new ion optical system is completed.
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Chicye view of e 3Rl siHyvpe onedecion opics. The red ling shows the
approximale laser beam path, while the blue Bne shows the ion
path imta the TOF-MS.
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Development of a jet-REMPI (resonantly
enhanced multiphoton ionization) continuous
monitor for environmental applications

Harald Oszer, Michael J. Coggiola, Gregory W. Faris, Steve E. Young,

Bengt Volguardsen, and David R. Crosley

The meed for o continucas monitor for envissnmentally mportant pedlutants st realistie {partsper
trillion {parts in 499] cmemtrations measuTed in renl Hme ninates ) is widely reoognized. W descl
oped an instrament ghat is based o sopersonicgel expansbon awd eoaling, follwed by resonantly

enhanced maltiphoton dmizatien (REMPlindo & maass spectromuler.

This approsch furnishes the diat

sebeetivity of narrow-band tuned laser absorplicn snd mass analysis,  We initiated o spestToscopic
chornetorization of the jot's eollisional ending behavior Lo optimize the nsbrument’s senaitivity and
scberlivity, made messarements of several arematic compounds (inchsding poldvehlormated dioxins by

use ol & eacvolor REMPL scheme, and demonsirated a twe-oolor cxeitabion selweme,

ooty of Americs

OIS poefea: 301100, 12001740

4. Environmental Needs for a Continuous Emissions
Monitor

Emission-conteol strategies must ultimately rely on 5
careful assessment of the link between health effects
and gmbient, bumsn-exposure levels to hazardous
air pollutants (HAPS),  Because arganic compounds
in general and chlorinated aromatics in particnlsr
are among the most common foxic HAF's, we are
developing a continnous emission monbor (O EM) for
these species by using the jet-resonantly enhanced
multiphoton inmization {jet-BEMPL technique.  Al-
though a wide range of aromatic compounds are toxie,
poiyehlorinated dibenzodioxins and polychiorinated
dibenzofurans that are emitted from waste incinera-
tors and other combustion sourees are of special in-
terest, The capability for real-fime detection and
identification of these classes of compounds and other
toxic HAMs is an essential component of emissions
modeling, dispersion modeling, sonrce apportion-
ment, and, ultimately, of buman-exposure modeling.

The anthers ara with the Molkealar Physios Laboratory, SHI
Intormatmal. Menle Parde, Califormia 94025 M. Oser's oomail
addross is larnbd eserdsricom.
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Jei-REMPL is the cnly current instrumental tech-
nigue that can provide the speed, breadth, and sen-
sitivity that is reqguired to support the development of
a comprehensive strategy to monitor and control
emissions of HAP's such as dioxins and forans from
waste incinerators.

Or technigue will provide real-time HAP concen-
trations (especially for dioxing and furans) rather
than the multiple-hour or multiple-day averages re-
quired for existing conventional ssmpling and anal-
vgis methods, In the ease of dioxin emissions this
capabifity will permit a detailed investigation of the
refations among the concentrations of specific iso-
mers and inginerator or furnace operating parame-
ters and waste feed or fuel characteristics. Soch a
study might reveal that transient pollutant-emission
events geoount for a majority of the dioxin emissions;
henee only short-term control wethods would be re-
quired to meet time-averaged repulatory emission
limits, Such conteol strategies may be much more
eost effective than full-time emission-condrol ap-
progches,  Tailoring the emission-control strategy in
responee to minote-by-minnte changes in the emis-
sion of hazardous pollutants ean be accomplished
only if @ switable CEM i= available.

For mrban air-pollution studies the speed and the
versatility of jei-REMP] will allvw both the spatial
and the temporal distribution of a majority of the
most ftoxic organic HAPS to be messured conenr-
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rently at levels of toxieodogical interest,  Because our
CEM ic capable of divectly messuring, in real time,
the concentrations of specific HAPs and urban air
potlutants at levels far below many present real-time
analytical instraments, we will have the capahbility to
identify and characterize critical emission sources
over a witde geographical area under a varety of am-
ent conditions,  Spatial and tempors! mapping of
HAP levels as functions of meteorclogical, seasonal,
and stmospheric conditions will establish a3 meane of
identifving emissions trends, determining human-
expoeure levels, and assessing the incressed risks
associated with apecific peograpiical areas or sub-
popnlations,  Also, it will permit experiments to
determine rapidiy the canse-and-effect relations be-
tween HAP emissions and the operational conditions
of their souroes,

2. Jet-Rescnantly Enhanced Multiphoton lonization as
an Analytical Tool

Chur approach to acquiring the data on HAP levels 1s
the direct measurement of specific compounds by nse
of the jei-REMP! method, Jet-RBEMPI 5 an ulfra-
sengitive analytical techmigune that can selectively
identify  and quantify vapor-phase constituents
present at part-per-trillion (ppt, or parts in 10} lev-
els directly in amr samples. For this reason, we do
not nse sample—-preconcentration techniques,

In recent years many significant improvements
have been made in the detection of hazardous, vapor-
phase, organic compounds of environments! impor-
tance.  Several research gronps, including ours,* the
Dentches Zentrom fuer Loft- und Raumfahrt * and
egperially The Technical University of Munich,® Ger-
many, have demonstrated analytical instruments
bhased on REMPI and mass iy,

loms prodoced by REMPI are detected by use of a
time-of-flight (TOF) mass spectrometer (TOF-MS)
that takes advantage of the pulsed nature and the
well-lefined temporal character of Inser ionization,
Simultaneous detection by mass and wavelength
vields the extremely high chemics! selectivity that is
crugial to identifying one trace compound in the
mifdst of many other similar ones, One photon ves-
onantly excites the moleenle in the lowest singlet to
the singlet transition 8, « &, vielding selective fin-
gerprint spectra that involve individual quantem lev-
els in each state.  The second step is photpionization
from 5,. This step produces little or no photofrag-
mentatien, 5o wsnally only the parent moleoalar ion is
formed, allowing easy identification throagh TOE-
ME. The resonant step is osually saturated, and
more than 10 of the sample is converted to ions in
earh pulse.

We wizsh to use jet-REMPI to distingmizh a trace
speces in the midst of many similsr compounds,
Thiz use of jet-HEMP] a5 an analvtieal tool contrasts
sharply with the vast majority of previsus experi-
ments with the technique in which the spectra of
individus! compounds were stodied one at & time and
at moch higher concentrations.  Thiz analyiical ap-
proach reguires carefol attention to the resslution
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characteristics of both the laser-sxcitation step and
the mass measurement,

Figure 1 shows a diagram of the laboratory jet—
BEMPL TOF-M= instroment that we assembled at
S for measaring HAFs,  Instrumental details are
given helow in Subsection 2.1,

A major improvement in sengitivity withoot a loss
in seletivity ean be achisved by use of 8 pulsed gos
valve that produces & supersonic expansion.  Pulsed
ias valves provide n number of advantages over con-
tnugns gas inkets, including a reduced gas flow
{hence smaller vacuum pumps), higher local gas den-
sities, a well-defined spatial distribation, a signifi-
cantly reduced transiational energy distribntion that
is orthogonal to the propagation direction, and re-
duced internal (vibrational and rotational) tempera-
tures, leading to a prestly enhanced spectroscopmc
resclution.

REMPL 15 a highly sensitive, highlv species-
selective, gas-phase analysis technigue that has been
applied to numerous prohlems in molecular spectros-
copy and combustion research.  For the BREMPI of
complex molecules, such as dioxins and other poly-
chiorinated aromatics, the spectra can be simplified
greatly by expansion th.mq]gh a nozzle.  Adiabatic
EXPEREION resnults in low sample femperatures, which
increases the rotational and the vibrational ground-
state popolations of the electronic ground state. 1t
also narrows the restmance linewidths through a re-
duction in molecular velocities (reduced Doppler or
temperature broadening’ and throegh a reduction in
transition-perturbing  collisions (reduced pressure
broadeningi. These reduced linewidths lessen the
excitation of other molecular species in the same
wavelength region (interferences —leading to im-
proved selectivity-—snd make the peak absorption
larger—leading to improved sensitivity, The same
or a separate wavelength is used to ionize the coobed
gas molecules by the absorption of two or more pho-
tons, one of which represents the resonant-execitation
atep.

A Lasar-Excitation Gonalderations

Because different isomers of a given chemical compo-
sition can have very different toxicities, it 1= sssential
that a measurement instroument, be capable of distin-
guishing among izomers.  This requirement is par-
tcnlarly e of dioxins and furans for which very
closely relatedd isomers exhibit vastiv differing tosie-



ities. For example, the 237 S5-4etrachlorinated
dibenzodioxin (TCDD) is one of the most toxic com-
pounds known, whereas the 13,73 TCDD 13 rela-
tively benign. Our instrument is able to identidy
closely related spercies without any sample presepa-
ration {as in gas chromatography, for example) be-
canse of the inherent ecapability of optical
speciroscopy (REMPI in this ease} to distingnish
readily among isomers,  Supersonic cooling is oviti-
cal to obiain this selectivity from optical spectros-
SO,

One or two wavelengths can be wsed for ionization
with REMPL  One-color REMPLis stmpler to imple-
ment. However, in certain csses using 8 second
color is preferable or essential.  For example, ©f the
first excited state lies lower than half of the inmization
energy the excitation photon will not have encuagh
energy toionize the molecule.  For TCDD the ensrpy
of the first excited level iz approxmately half of the
ionization potential * Thus single-rolor REMP] may
or may not be effective for TODD.  Two-color REMPI
that nses a second higher-snergy laser beam may be
a more efficient technigue for TCHD detection.  The
second beam need not require an sdditional laser,
For example, whes using a tunable Nd:¥ AG pumped
laser the second color can be the fourth or the fifth
harmonic of the Nd:YAG fundamental produced by
nse of nonlinear frequency conversion.

Heaching the first excited state of most chiorinated
sromatics reguires a laser wavelength in the range of
250 to 350 nm.  We produce this wavelength with a
frequency-doobled  opfical parametric  oscillator
{{JF{}'I pumped by the third harmonic of a Nd:YAG

B, Mass-Spectrometer Characterstos

The mass spectrometric requirements of 5 CEM in-
strument sre mofdest:  an upper-mass ranges of 400
with unit mass reschition is sufficent for HAP mon-
itoring., Typical TOF mass analyzers can meet these
requirements by use of a simple linear flight path
when combined with a short-durstion, palsed-laser,
igmization sonree,  The low signal levels that can re-
skt from the nse of a narrow ion-formation pulse can
bhe eompensated for by use of signal averaging with
multiple laser pulses.  Achisving high mass resolu-
tipn with a TOF instrument is straightforwand when
using poised-laser ionization because of the narrow
apatial, temporal, and energy spreads of the nascent
ions.

An increasingly common TOF approach is the use
of an ion mirror, or reflectron-type, TOF. The ion
beam is reflected by a potential gradient (an electro-
static mirror) that compensates for small differences
in the fon velorities and thas batter resolves the mass
specira, The properties of this device are well
known, and a number of computer eodes have been
developed to assist with their design, Hesolving
powers [/ Am, where m 15 the mass of the detected
ioms} of more than 1000 can be chtmined readily by
use of a reflectron with a pulsed-laser iomization
source,  Althourh mass-resolving powers in excess
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of 1008 are not necessary to separate adiacent mass
peaks even st the hiphest mass-fo-charge ratios ex-
pected in an environmental CEM, high resclution
gives rise to signals with moch narrower— hence
much higher—peaks, The increased peak ampli-
tude leads directly to an increased sipnai-to-noize ra-
tao

A gignificant improvement in the resolution and
the signal levels ean also be obfained throuph the
carefiol design of the ion-extraction optics. As a re-
ault of the pulsed-laser iomization scheme, jon forma-
tion is constrained to oecnr over 8 very limited spatial
region.  Normally, a well-constrained ion-formation
region can readily be coupled with hich effidiency to a
TOF mass analvzer by use of simple lon-extraction
optics.  In this instrument, however, sn additional
spatial constraint is impossd by the use of & pulsed
ras inket.  An optimum location exisis downstream
from the orifice where the internal molecilar temper-
sture will have reached a minimum, while the local
gas density remains refatively high. lonizstion at
this location will yield the optimum optical spectro-
soopic selectivity with the maximnm ion sipmal level,
Herause this optimum ionization region will typically
e anldy a few centimeters from the exit artfice, the ion
opiics must be designed carefully to inclode the in-
fluence of the pulsed valve on the extraction fields.

O, Two-Dimensional Detection Schams

For jet-REMP] to serve as an ansbvtical tool, we
must have available a litrary of the resonant excita-
tion spectra for both the target compounds and the
potential interferents, ¥or example, one mav wish
o detect five of the most toxic dioxins within a waste
incinerator's Hue gas, which contains many similar
modecibes, especially different ispmers of the multi-
chiorinated compounds, A cement kiln, which also
is a dioxin soorce, may have g very different infer-
ference condition,  Building this ibrary up is 2 ma-
jor part of the development of jet-HEMPI for
environmental applications, We currently are de-
veloping software to automate and speed the process
s0 that the instrement-control computer can select
the tuning range and the mass for & given componnd
and identify potential interferents. Thiz software
will take full advantage of the two-dimensional zelae-
tivity, wavelength, and mass atforded by jot-REMPL
Herause the full mass spectrum can be captured in
each laser polse, several compounds can be defer-
mined at the same time if their shsorption spectra
overiap in the same region,

The two-dimensional noture of jet-BEMPI is illus-
trated in Fig, 2 The crdinate of Fig, 2 corvesponds
torthe parent-ion mass of 3 number of common HAFs,
whereas the abscissa correspondds fo the resonant 5,
+- N transition wavelength, [f is sppavent that
most HAP: are well separated in this two-
dimensional space, thus allowing unasmbipnous de-
tection and identification by jet-REMPI.  There are,
hewever, severs! instances of bwo or more HAPs ap-
pearing nearly coincidently in Fig. 2. For example,
in the upper right-hand cormer of Fig, 2 the 2.3-
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Fig. 2. Two-dimensimmal magp ol the parentdon moss and the 8 «— 8, ansitben wavelongth for s mamber of commom: HAFS.

dicholorodibenzodivein (DCDDY and the 25-DODD
both appesr to have a nominal parent-ion mass of 252
amn and an 8, « 8, trangition at 306 nm,  An ex-
panded view of this region is shown in Fig. 3.

The higher-resolution plot in Fig, 3 shows that
there are four dioxing with nearly the same parent-
ign mass and transition wavelength,  Both the 2.3-

that are present in a ratio of approxdmarely 3:1. Al
though each componnd has three chlorine isomeric
variations, only the two most abundant, are shown in
Fig. 3. For simplicity, we ignored all sther isomeric
apecioe, including thoee resulting from Y0, *H, and
the isotopes of ouygen. In the expanded msss-
wavelength region of Fig. 3 the four chlorine isomers

DCDD gnd the 23-DEDD have malbti ismmers  gre readily separable in both dimensions.  This sep-
arising from the two chiorine isomers ““Cl and "l arability is illustrated also by the TOF-MS resalution
o2
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Fig. 3. High-resolatom tweedimmsimal map that correspoands 1o the region of Fig. 2 then contains the 23T THY and the 25 TR
ieomars. Tl instrunsendsal mass awd the wavelength resalations aro also shown.
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{approximately .25 amu) and the wavelength reso-
lutign provided by the sarmow-band OPFOD {approxi-
mately 0,005 nm)., The latter resolution iz sufficient
for the obeervation of the slight wevelength chift in
egeh isomer that 1= due to the heavier chlorine iso-
topes.  The observed 0.03-nm width of the 5, - 8
transition for esch isomer iz indicated by the hori-
zomtal bar.

0. Specific Detais

The laser syvstem used in these experiments consisis
of a Contineum Model Powerlite Precision 8010 Nd:
YAG pump laser snd a Model Sonlite EX OPO with
a nominal tuning range in the visible between 445
and 710 nm, a 5-ns pulse width, and 3 repetition rate
of 10 Hz.  Frequency doubling is achieved by use of
& Continonm Model FX-1 optim,  The optical fine-
width of the system is approximately 0.2 cm ™ in the
L,

The pulsed valve is an unmodified General Valve
series B unit with sn orifice diameter of 0.5 mm and
# 2.5-cm separation between the exit of the valve and
the ionization region, The nominal opening time is
150 ps, which admits approximately 2 pl of gas per
pulse, the vast maprity of which is carrier gas,
With the sample reservoir st atmospheric pressure
two 25015 turbomolecular pumps (Varian, Model
Twrbo V-250) maintain pressures in the :un:zshon
chamber and the mass-spectrometer regions of 10
Torr and § » 1077 Torr, respectively,

The ionization mn,dltums neel to acquire the data
incleded & puise energy of approximately 1 mJ witha
2 mm * 2 mm sctive beam area.  The wavelength-
dependent spectra were measured with an optical
rescdution of 0,002 nm, and 30 laser shots were gv-
eraged  per  wavelength step. A wavelength
dependent spectrum such as that shown in Fig, 5
below thus reqoired 100 min to aoguire, The laser-
ereated ions were mass analyzed by an B M. Jordan
reflectron TOF-MS with a mass resolution of approx-
imately 500, The ton signals were amplified by an
Crrtec Model 9308 preamplifier with a gain of 85 and
& 1-GHz bandwidth and recorded by a 500-MHz Sig-
nater Model DASKHIA digitizer.

3. Discussion of the Experiment

A FAotational Temperature

The effective temperature of samples in the super-
somic jet is important for both sensitivity snd selee-
tivity with jet-HEMPL To lesrn the operating
conditions for obtmining the lowest temperatures
from the pulsed valve, we used benzene as a thermo-
metric speres.  The spectroscopy of benzene is quite
well known, which allows the determination of the
effertive rotational temperature from messured spee-
tra.

Messnrements of a single-band contour for ben-
zone are shown in Fig, diab, This spectrum was
taken at a nozzle-to-mass spectrometer center-line
separgtion of 2.75 += 005 ecm. The hand shiem s
part of the 5, «- 8, transition of benzene near 259 nm
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1A, 8] tremaitien it heneone. Bhown are (o) the eeasured
I{EMF‘[ data and caleulsted Stlings e the dats (B with the as-
sumption of ne saturalion and (2] with the sssunption ol comgbcte
spdurntim of the mdividuasl rotstional lines. The centar of the
tramsition band thet was mvestignted wis 38 808 tm™ ! and was
cutibared st woro an the lasr-cnergy conrdinata.

with a spectroscopic identification of ’H e 1A [iAh
The band shown coaresponds o many nweﬂapl:nng
motational lines.  From the overall contour of these
overlapping lines, we can determine an effective mo-
tational temperature of the benzens molecules.

We present preliminary reseits from a fitting pro-
gram that was written to simulate the form of the
band contour as a fonction of fempersture. The
rotational-band ealeulations follow the method given
by Callomon ef ol 7 We use literature values for the
speciroscopie  constants,t  appropriate statistical
weights for the ground-state populations,” and the
appropriate Honl-London factorss which describs
the rotational dependence of the transition probabil-
ities. ‘The results from this fitting program are
shown in Fig. 4ik), The general shapes of the @ and
the P hranches apree well with the experiment, butin
comparison with the data the £ branch is too large
relative to the other two branches,  Becanse the fivst
step of the 1 + 1 REMPI procsss, ie., a two-photon
excitation—ionization process with photons of the
same wavelength, is hkely to be ssturated, we per-
formed a second fitting by assuming that all the tran-
sitions were fullv saturated (e, the Hinl-London
factors were all seb egual to 1), The result of this
fitting is shown in Fig. 4ic). This fithing vields a
much better agreement with the data than does the
fitting shown in Fig. 4/b. The resnltant tempera-
tures are 20+ 1 K and 1% + 1 K for the fittings shown
in Figs. 4ikj and 4ic), respectively.

B. Selective Determination of lsomers

We demonstrated both isomer selectivity and instru-
mental sensitivity by using a sample that consisted of
& mixture of equal amonnts of 2.7-DCDD and 2.8-
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DEDD,  To simplify these tests, we injected a small
quantity of the liguid mixture into 8 stainless-stesl
sample flask on the opstream side of the pulsed valve
and used room air as the carder gas. We estimate
that the concentration of each isomer in the sampled
gas stream was approximately 1 pph (1 part in 1069,
All components in the sample stream, ineluding the
nozzle, were hested to 150 °C to prevent condensa-
tigm

Figure 5 shows the ion signal recorded at 252 amu
that coresponds to the parent ions of both issmers as
& fonction of wavelength, Several individueal ab-
sorption features are labeled to show which isemer
gave rise to the ion signal.  Assipnment of these ab-
sorption features was made by the messurement of
the jet-BEMPIL spectra for each isomer separately?
and by omparison with the results of Weicksrdt et
el From sn estimated signal-to-noise ratio of 20,
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we derived a current detection Hmit of 50 ppt for both
investigated DCDD isomers.

. Two-Wawelsngth Resonantly Enhanced Muliphoton
fonization

For many mofecules of intervest, partienfariy tetra-
chiorinated and higher dinxing and fursne, the one-
cobor, two-photon REMPI excitation and ionization
seheme is difficult or impossible to use becanse the
first ancited state lies less than half the distance to
the ionization mef,  For these molecules a two-color
REMPL acheme must be used in which a tunable
wavelength is used to excite the first excited state
resonantly and a seeond fixed wavelength is used to
grhieve ionization, To demonstrate the two-rolor
approach, we examined the jet-KEMPL wavelength
dependence for 1,2-dichlorobenzenea.

Figure & showrs the m/z = 146 ion signal measured
hy oee of & combination of tunable UV from the OPO
andd 266 nm produced by the quadropling of the fon-
damental wavelength of the Nd:YAG pump laser.
Because 12-dichlorobenzene can be iomized from
higher rovibronic levels of 8, by the one-color, two-
photon scheme, we show that ion sipnal in Fig, § as
well.  Note that the large absorption peak at 27261
nm appears when both ionization schemes are used,
However, the absorption peak at 271,58 nm appears
in gnly the two-color signsl. This feature srises
from the absorption of one photon that is resonant
with vibrationally excited molecules in the 5, state
and followed by the absorption of a 266-nm photon to
prococe ionization.  Berause the absorption of 2 sec-
ond photon at 27358 om canoof  tonizs  12-
dichlorobenzene, this feature does not appear in the
one-color REMPL spectrum,  As shown in Fig. 6, the
threshold for the pne-color, two-photon process is ap-
proximately 273 nm between these two features,

4. Gonclusions

We have demonstrated a prototype HAP monitor that
i5 based on the jet-REMPL technigoe, A prelimi-
nary spectroseopic imvestigation of the molecular
cooling produced in the supersonic gas expansion in-
dicates a high degree of rotational relaxation. The
detection and the identification of two closely related
isomers of dichlorinated dioxins in a mixture at the
Sippt bevel has been achieved by use of this instru-
ment.  Furthermore, we have demonstrated the ap-
plication of two-color BEMP] for the detection of
chiorinated organic molecules.

This stedy was supported by the Federal Energy
Technology Center, Department of Energy, under con-
tract DE-AC2G-O8FT-40470 and the U5, Environmen-
tal Protection Agency under grant RAZT92701, The
anthors would bke to acknowledge the assistance of
Katherine Copic in developing the data-ammisition
amd the control software,
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Abstract

Although 210 chomically diffzrent polvchlorinated dibenzo-p-dioxin and dibznzofaan congencrs can be prodoosd
durng combustion, it is careently haliewed thar fewer than 20 are toxie cnouweh 1o warrant monitoring. SRI is devel-
ORINE 8 CORNUGLSE crnissions menitnr to stody the cmission levels of these maost toxiz dinxins, leading cventealls tooan
improved anderstanding of the formation of thes: maloenles asd to inpresved means nf monitoring and control, We
vapeart here ke Arst vasalts of pafozmiig congenac-apecific deteeticn faor van digh o dilanso-p-dicsing pregent in Tnw
ppCeonzentations ina mixtwne using the superaonie jetfrescoaantly enhanced reobnphaton onizevion de ol Tight mn s
apocormmetes tochmigue, Troaddition, we prasent preliminaey Gata on the derection of chlorinated aromste compeunds
wsing a rac-eolor REMVEPD achene with (e same istoomnent. &0 3000 Elasvier Sciame Dd A cighls ressrved,

Kepwards Tet RERPT mass spectromztry Combnstion dinmnssics; Dm-tine manitorics

1. Imirndwction

Uhe need lor @ conlinpous emssoens moenilor (CEM)
Tor he determination of polveilermaed dibenso-p-ti-
axins (LM ks awne dibeneolurans (PO al cealisis
cuneenlraliong (pacts por tribdon o lower) morenl G
{minules] 15 widely recopmized. Such an iostoument
would epikle Topid snd cewl-time experimentation on
incimeTitlors, s as 1o et ansd develop control stralygies,
It would alsn be extesmely usetul in laboratory kinetics
expenimenls seskimg to voderstand formation. inter-
conversion. and desiroction processes for dicsuns and
their precursors. anally, it could be used cventoully for
contiouous compliance monitoving, or rapid aod Low-
vout Tuctlivies cercboation. The key issues for ¢ dioxin
LB are: overall sensitivity, selectivity among the many
congeners tound in real applications. aod the zbilisy Lo

" Uormsparnting withar, Faxe 16508596195,
E-merid moldvesny husalel s gisn.com (11, Cser).

detest wnd distimgmsh ihesy compounds in the presence
ol @ very comples sackgrounsd,

Uur approzch for the real-time dioxm CLEM coen-
bines a pulsed gas et wilh cesonanily enbanced mwlli-
phelon ieowwion (RLEMPL and Ome-ofl-lzht mass
spectrometey (1OLBS ), This anticle describes our ini-
tial demenstration of u laboratory mstrument thal cin
provids continwous monitoring at the smission levels of
PCLINL: gencrated by incioerators, Omee developed,
this tnstrument will be used to systemaiically study Lhe
cmission levels of the kev dicxins and Purups (hai
contrizute to the toxic equivalency (TEQY. Lhis anlor-
mation, cambined with mechanistic modeling siudies
being wndertaken alsowhere {Cradlete, 19970, will e o
the design specifications for a real-time, aulooomaouns
dioxin CEM that can e osed for system conteal, and
eventually compliance monitoring, at wesle inometa-
Lors.

A reasonable Hrst ase of a dicsin CEM is ws 4 re-
search ool in laberatorizs studying dicsan formation
and conirel (Oser ot al, 199631 As such, the instr-
ment wust make capid, accurate measuremrsnls of

INSS-ASTR01S - s Tromt matber 0 2000 Elsevier Science Lid, Al riphts reserved.
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diesing ol al congenieptong el higher than needad
for & commpbivoge CEM. A hibomiors insioumant will
growtly acoslerale our undersiungiing of Fosin ferma-
tiom end the lewsibilily of mplesnentog prevention and
contral techuigues. Besearchors baoee o lumild viden

sranding of how combustion processes allest dicsin
formation. Duc to the lack of real-Dme smonibors,
current approache:  reguiee relaling Lme-anlegrided
sampling dara with dynzmi lormeion  mechisoisoe
and comligtor conditions 2fter un wnalvsis lug period
thiat @4 oftcn many weeks. A real-time CEM will pro-
wide immediate feedback an how variations in com-
husdicns openating pacametos affect diexin formation
amdlfor destractina, thas allnwing more dconraty cor
relations and far nae comprehensive data analvsiz. A
reit bl divein moaitor woehd alae be valuabls as nee
witsly tnzlnenl processes aic cvaluated and readicd fer
permiilivgipublic aosplanc

Lurremnl I|.';:|'|r|i||u;.'5 L mnaidar emissions of PODD:
and PCIS use sernpliog tores i eseess of hoors,
during wherh the snalvies are colbekal on adanrbing
matecials Fallowsd By sampie estzaction and prepara-
tiom Lot subsequenl mas chromalography/mess speat-
romerry (LUME) analysts, Lhese are costly and fine
consmming methods whoss Srawbicks lead o mompli-
dnce meogsurcinents mads only miteguenlly {perbaps
anee or tace per voarl, The consequences ame rego
iy strategics that rele on mdirset process meniluring
rather than direct monitaring snd dioxin prevenlion
strategics. often leading o metfoient aie pollilion don
1l systens,

As e understanding of PCOD and POLH Tor-
muatic imarcves, it wenuld be valuable to budld @ dilis-
base wsing emissions from actnal waste treaimend
procsses and  corselare operating  conditions - wilh
T and PCDFE Fermation. Such a database could
he waed 1o devise cperating strategics to prevert bor-
mation of UMDY and PCTIF, This database could wlso
he wsed inoatbempes o ideatify sureogares or indicators
it witn be manitoral more gasily and chicaply than the
B amd TRCTHE ghermsebves, Teading to less cxpen-
s, more widely irslemental complianee ard conirol
sl legias,

2. Sepsitivity reguircmends

Toxs equivalenes fuctors {VEL) are delinal as a set
af weiphting [ucloms expressang foxivily of sach com-
pound relative o Che loswity of 2,378 elachlosodi-
benzodioxin CLCLIN TEEs vary oo L0 o f008 for
17 diffzrent poelvehloriznied compounds. Fach of these
17 eongreners cunlising chlene aloms o the 23,7, and &
positions, 16 havisge adidigomal ghlaring sulstinoticns at
ange o7 more clher posiions, Phe tolal fosis aguivlanes
[T 15 culevlated by multiplying the coscesvation of

cuch PCDD and PCLM by 33 currsspundiog TEE fao-
tar. Soverul weighting schemes are available, MALC has
proposed 4 scherme assignine tactors W the DT mes] wosic
pelychlarinated diexing and furany, and wssiming oo
factor w3 the remdining 193 concencrs. Bslimates of
performance requirements for & dioxin CEM For repu-
latnry compliance cen be made Dased on the existinge
kenwledge of TEF and TECL Conzidering only the 17
conr pennds in the wtal TECY the senaitivity reguired for
i hiin CRA waenld noed o be @ Factor of perkaps ten
s Lhien (ke woassacn Do Fon each of the 17 eongeners
iTe, cvade the UEG by 07« B Based on che roocnely
];.m1|;|',||_|'_|_-;,i||_¢|_| 1r|._1l-.i||'||r|| arnewable cantiol Et\lhllfl::'lg_'_s'
(B ALTLY rules, Ui rsssiniorn THRED s setoan 0.2 no s
Lienue, 1he L'q;;]l_lir-¢|| e deteetis St is s i
lent b thos ermisscon Do ddividen] b 10 o
GO0 ngim?oer bedler, Tus el congener in the TEC

En the bestocage, i vou could argue thal Hhe proba
bility of Formalion ol eick cergener was aboal aqual,
then the minimum detection Bmets could e hieker Tor
aompownds with a Jower TEQ lweior, 1o clber woenlds,
given 4 minimum deteclion ol wl 0] pgimt o
1378 TODD the other Lo PODEYL conpeners buving
TEFs herween 005 und (0001 would huve correspondiog
minimun dereetion Hmits of Q002=1.0 naim'.

As gheawr in the catimancs above, the detecion limis
vt T iy T o direetly measanz all D7 congeniess o
the TR A propsssed alwrnative I8 1o monitor procur-
sl ol aerreeates, idaotificd vaing & true PCDIVT CLM
i rcscarcl lahoraoeries. This real-time duts weuld be
invaheble Lo develnp mechaniste  onderstandings,
lesadinng, hie seevagatas o pregianTs that can he mesued
Al mnnch begher coneeatations, For caamplz, i has been
sagginestel (Ciullens, 1997 that the soudy of Lightly chlo-
rirgaten] {roomae, ebi-, on =) dinging may he peceptable.
Acso, These congeners @ig aasicr o micasure than the
mire h1ﬁhi-:' chlurmalzl diexing. The mclecales are very
srrilar L fhose oo the TR and may well lead w0 cor-
relatioms describang the Turmation of TECG esngoners.

Laborutory expeoments Tor siadving dioxin forma-
ton and comirel |,|5|,|._1_|I:.- opeTile il etal dioxin con-
centrations around 100 1000 azfm?. Depanding on how
many of the 210 Lofal compeners e present, deteetion
limits apound & nt;l'm':‘ lar ench CHTLRERET al interes
would be more than sdeguale, The Tiesl step i devel-
opang a dicxin CLEM santable for compline: manimnring
ig. therzfore. to develop w luboratony instrurnend capahl:
of apeciating dicxin congenscs, amdior paeuursers, of
strrogates, and messpng ther conenlralions i e
time with a sensiivity o the Low r||3,,-"1'ua tange. Hy
combining this informution with sophsticated comlos-
ton models. i well be posable o determine the apecific
Large chemenls thal must ke roeasured I‘:g,' a o diexin
CLibd, and the Jevels Lo owhich They muost b measuncd.
Only after thos inlemoation i@ svailsbls e a disxin
CLEM zuitable tor comphbioe: use be devebopesd,
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In recent years, many significant improvements have
been made in the detection of dinxing resuling from
various comhustion processes. Several iciearcl arinops,
ineleding SRT fser el al, 19993 Deutsele Fosch
samztall fur Tuft und Boumduher (TR e Stalgan,
Germany 1Oz el gl 198D, 19971, The Te:
Umiversiey of Munich, Germany (Weicklacdh el al
1993 Fimnrrergn: el al. 19951, and Sadia Natonal
Laheiatone: (Rohlfing. 1958) in Livermors, 224 have
demniatratal slack menitoning isrormen s or compa-
dents ol indrumencs basod on REMIL s dute, how-
vty pong ol these reaearch prowmarns haz achiwved ke
sensitivily reuired fer cither complianee menionng or &
segearch CF M Lo study formatiom and control ol dicxins.

O parisvular interest and promuss Loz the real-time
charlsrizilion of dinking is |he combination of a
pulsed mas jet with REMP and lime-of-ight mass
spruleametry (TOEYSY 1lsing (ki appreach. the group
Al DLE Stoctgart Tas mensursd non-, mone-. di-; -,
antl fetzu-chlorinarcd divsing af the LPA Natinnal Risk
Manazerzent Labaorarmy (NIMLY taeilizy during mesls
Irom July to Cheieder 1996 ¢ Berman Fronch eoal., (587,
The measarzd minimun detsctabilice for dicllovinazl
dioxing was approdrmitely 20 n2 et For e eichla-
rodibenzadingin anad lerzuchlorsdibenzodionin, he de.
teeticn limirs were mol measared, bur they have bezno
estimated &0 30 spm® and 1 peim?, respectively, Fach
chlorine atom .-|I< vil by the molesls scerns Lo ke
dateerinn bander asng the cwrroer, onc-colos, peg-pho-
ton, inaizalion method. For this isason, we are dewel-
aping twoecnior, wo-photon, itz tion methods that
will impaove the detectabilicy of e more kil chlo-
rimarid dioxins,

REMI will oeed signifcant exhanvsments 1o zuach
the sub-ngm? delection Timits egained Qer o complivoce
o S¥alern tonimol CEM. Az o ressirch dioxm CEM,
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however, the curreml WEMEPL-100%S scheme may
newed 1o beoavpooved by only one or teay ordes of
magnitide.

SRI las boan wsings melliphoton-mass specivonsing
werhniques to study specizussopy and trace-laval dete
von for mare thin o decade. We eriginally apzlal e
metheds o the datection of areomatic and shlonmted
oTgamic comzounss (Resst and Beksiron, 1985, Bosa
und Helm, 1987 For BEMPL of comples moleles,
such as dlinwry, the soevizn can oo simplifed greatly by
cxpamsivn hoough g nozzle. Adialars expansion results
i low sonple lemperateres, a few olepres: K. which
iscrcises Lhe glectronic groumd sty peputtion and
tarvows The resonance ne widihe “The enbhanced pop-
Clativon of the wmoend state gives an incoense in sonzi-
tivity, whnle the nereowsr lne willby vy size to very
shanz BEMPL tranzizinas, One or (o Josers coo osed 10
e Ui eoolod gas anlecules by shsorption of e or
s photons. one of which i msonane with ar clec-
LT dransition in e aeeel moecale

lons produced by BEMPL are often derceted wsing 4
1431°- M5 (hat takes advaninee of the pulsed natee: ad
welldelmed  cempoeal cloncier of laser ionizarion
Many REMPI cepecnens performad at SRT aml ol
where have stcvessDally wsed the TOF-MS soproach
The simoltancous Jetscoen by mass and wavelergp b
yields higls clamicl selectivity, Typical scasitieitivs of
conventional REMPL O3S syatoms that do ol nse
samiple medecule couling are in the mg/n’ sange:
highar, which is preaily mmsuliicient cither for a tahora.
tory gyston o for repelatory monitoring of clborineled
aremarics i o wayle loowlment faellicy such as wn i
cinzrarn.

Fig. |15 chagmum of the laboratoey protodvpe 1 1-
WPT TOGE-MS imstirument (Crosley et al, 1995 1hat we
have asemhlal ot 5K For measuring PCTITHF:

Pulved vafve-repe gas inieds Dave heen asal inoa wide
variery of mas: speciromcotric and laso spociroscopy

At

L ',. Qplice loen Esern Shasrivg Plales lor Rellsciar
by : # Tim-nd-Fight Kass Speciroreiar "
(] ’
.| | Lﬂ e TR
_‘-v-l ' ] E TERTINY
- Lo ¥ i
Pulges Guws Inlel E2) |

[=hioeam rofekad BOC |

Chavron Charmels

It Dot

Fip, 1. Sehconabe af tke SR 2R EMPL nppacalas.
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achemics for more than W0 veas, SRT st corbaned Dhe
use af a pulsed gas el wich REMPL s early s 1987 00
atdies of the orisben of T (50 0 al, 1987 and 1%
(Bischel, 1938}, Sinoe (hose early seudies, we buve con-
e towse gl develoz pulsed gas valve soumies Lo
i of spevimoscopic and  delscien  applioaons,
Prulsed was valves proyvide o oumber of advanlapges over
conlinueus s alels, mcloding reduced pus dow and
Tenez simaller waguem pumaps, higher local as densitics,
and well-defined spatial distribotion. The majer shart-
comingy of pulzed vabaes are thein sedszed thooeghpan
and dury cvcle as compared with @ conlinuous gas alet,
and their wcreascd mechavical complesiy. When con
bined with a puized iond Laser, hoeever, the re
duced duty cyele of a puled
continuous gas inket is o oeger o faclor,

hany pulsed walve designs wave besn develone:]
bazed an zimple elecrmnechanz solenoad  meghi
TismE, pieznelecic acluplers, e epuiden de-
viees, amd iodiled  Deel meclocs. Pulsed  duralions
range from s few microsseconds 10 bundseds of micea-
seennds, while repelilion cales each up e 80 Lk, or
Righer, depending oo the sulse durwion and valve de-
san A erieel pamimeter for the pulsed valve tn a diexin
CEM is the lemperaiuce al which it can operate. Bocause
al the Low volattity of the keavier dizxin congeners. the
el sampling loes and pulsed vabee must be continn-
ouely hepted above 230°C. Althoueh many of the easlicr
vitler desirns could not be Resred much above [505C
due Lo temperuture limits of the sealing materials, de-
sizos {Bakul et al, 1937 Li and Tubman, 19891 pow
eilsl lor pulsed walves that can nperate rouringls &t
lemperiturncs above HEEC,

Resomakitly enfenesd nnelfi-photan foeization 15 an el
ficient and highly sclective icrieation method and as
suh, BREMPI is wcll snitad to combinatinn witl miass
spectroscopy. Fig. 208 & diagran of REMPT. & inalocule

walve as cormpaied wich a

lonizaticmn
Podenilial

s N —~

"‘--.._.=j?_..-""

Ep \\-., f/
T

big. 2. IHagrom af the REMPT process
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sk [ooro Lae preund s.ate, Se. to the Azsr exciied
slitle, 3y, b one photon, and suteccuendly ien
sevond  photon.  Although  the wwoe-phorer RER I
scheme. a8 showwn in Fig. 2, 08 1ha moar commen, and by
lur mast sensitive, hetl the excisdion and s
stepw cach can 2o pecformaed with Beooon e pliae
Belectivity ia provided by the sesonana
sarpicn with the cxcired srare 5 lonicanion from 5
proceads efficiently, pacrismarle whan only Tea pratons
are reqitined,

oany wthoomae lewsls o the st

rad T

S VI T T

tale wun ke
wseldl Cor REMIL Pl moson }In_mgl,h. Frunck=
Coelin Gactor, wround shals pupulabion, sseited siete
il ITaEmeniadon thal may occur o associ-
ation with Lhe jonesion milegocs choze ol the vib-
renm level,

1 uether conssderwizons For EEMFT inclode the uaz of
ang or Lwg waveleneths eolorsd Foroicnizaticon. e
culer s sampler to dmgzlement. Howaever, i cormn eases,
using 4 second color is preferabls o esseatial, Foroos-
ample. if the exeitad srare les lesanr than hall the
joplention cnergy, & seonrd phowon of the ssme s
lempth will mot have anench cncrgs o icniae the
aule. . For TCOMDY, e encigs ol e 5 Je
appresimarety half the onisinn polen LA i
rana o al, PP T Felecobor REMI e

il B EMIT using
seeceiad, figher cncrgs s besoomay e a mose alficierd
rechnique for TUTHE detectinn, The second b sweal

il

al

he e foorth Barmamic hght Foenc e B A0 pri

tluced wsivg neelinn oeystals

Reaching The lirst excited late of ch onmated dicxns
|'\=:||||i'rr':: o laser win-qglm':_;lh LA ramgs ol AL s am
W pranl
dloubled optisl parametms vsslialar (OPCH pumped by
a MY AL laser. A& praciical svstem Lor Oeld messore-
ezl bl also be bised onoa funakle solid sty Diser
such s leSupphire or g direct dicde-luser-pumped
CelisAl™ The harmonics of the TuSupphire laser,
heswesrvrr, have gups aod cannor continocusly cover the
witvelength camge trom 250 f2 350 ome

Mhe MaOEs SPECOTReivie PeqIR e ol & dicxin
Clbd mstrument azz modsfn A0 UWpPer mass cange of
00 wath unit mass cesolucien, Typical TOF mass ang-
Lyzers can mect these cequirements Laing & simple. lincar
tight math when combined with a shert dwiation. pulsed
lazger fonization  source. Tepical oporadon  nclodes
weeraming over multiple scacs o imgrove the signal-
Le-noise. Te optimdze this mode of operaticn. w hizh
repelilion rate ooczation laser weould Be desitonble
Achmrvme high mass resolution with a TOL mstrrment
1z sirairhtboreard wsing o pulsed laser for iomizetion
becausz of the aarrow spatizl, temporal. and creroy
spread of the mascont icns.

Ui warvelenyr B cutren by with a freguency-
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Aninerzasingly eammer L0 aporoach iz the use of
anion mirenr, er eflecs on-tvpe TOL, Besolving powars
(e dan o prare thim TUO can e roadily ehreined usiag
a refleetion with o pulaed lases donization source. Al
thauah mass tesolving pewers inexoess of 1000 ar: nne
NCEzERArY 10 separale wdjacen: mass peaks even an e
highest mass o charge ratios expecied ia & diosin CFM,
high rezalciom vy s La signals with anech nai-neer,
and hencs mouch higher, peaka. This incrcased peak an
it Jesid s dimeetly to an inereased Aigns Lo noise Tl g,

Mangnificant improvemen i resolution and sizual
Jevel can elzo be ebrzinee Cheoogh the czestol Sesipn of
1he Jom exlraction npbici Ao resull ol ke pulsed Jusor
wniziation sehene, v lnemebnem s constramed o acone
ol < very limited spanal e, Nornally, o well-con-
sk don farmarion e sen by redily coupled ek
qigh cfizaney ooa TOL s analvzer wsing sigpie ioa
cxtraction nphics. T our msteament, however an addi-
tonal apanal consieain s mpesed by the use of a palsed
cas inder Bomnse this optimumm iccization region wiil
ryzically b onle o tew venomesers om the sl o,
the i cpies ronsl S carelully designed oo includs the
infane: of the polsed valve an te cxreact na fizlds,

4. Esperimental condicioes

b Jaser sysicrn waced in Ciese e pesicen s umsiss ol
i Comimuem Poecrloe Trecisinn 9000 Ml YA and
Suenlile EX QPO b oa vl Laring Tamge 1 the
vigthie betazer 4425 and TH v, o 5 os palse wedih, and
o repertton rare of 10 He Freguency deubling is
achazved using an Toeal Awiotracker 1L The opiical
oewidth of the systenn iy aoproamately 0.1 am™' .

The pulsed valve is an unmedifed Crencral Valve
series Y ounit. with an onfice dmeder of 0.3 mm. The
nomanal opcning Lme was 150 ps. wich a 2.5 cm sena-
ranion between the exil of the walve and the onizacng
region, With the samply reservorr at aimaspheric pres-
aure, the veo 250 1% jurbomolkscular pumzs [Varvian
Turlsy V250 reaolain press in the ienizatin
chamber avl s spectrometer regions o7 1o« 107, aml
50 7T Tow, u:Hp;e;;;i'-.-l:]}',

The fonistion concdklions used e acquine the data
meladed a pulse eoery of approsimarle Tl in @ 1.3
man dizeter laser Seum. lon sipnals from the B,
Jordan refleciron O35 wore amplified by g Creler
D306 preamplilier wik wogain of 83 and a @ Glle
andwi:ll, and recordsd by w300 WIHz Rignaler:
TaA (LA |.|ii.':li'.-'|:;|'

5. Resulis

Three compenzss huve boen cxamined in g
ferme Lemuonocklorodibenzedioxin, 2,7-dichlivcdiben -
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slisin, sd 2-dighleredibeaendioxin, [EMPL spoe-
tmit Tor each of thesz compooonds ave been reportad
previupele by achers, Ve also stmbied o mulure of e
Ai=twchloredibzozodicain, ol X B-ichlarodizenmod
vwn cemeeners. Thig is the Gt Jirme that o mizowene of
Ve Closely releed divan congeners hics becn mcaswes:
using e-EEMPT.

Fugs. 3=3 ahioee he wweasioed (2= EMPL wavelone i
cezendencs For the thee dioxin congreners studicd g
parz vaper Fevm. Mote Chal For each comeencr, the 1on
signal shones curnerous, arrow, ahiorpiinn perls oo
resgennding Inresonanl exciesion of differen) Te-vitra-
ticeral bevels in o excried slocironic stale S ol such
sl Furthermen:, these & oo bachpround ian
sighal mensurel a1 oferesonance waveleng: by, For cach
conigener, thee cormmspending mass apechocng shows ool
the expegtsd purcn: ton peaks, cloding the chlariae
imalipi pestks.

OF particelar intezest and bnporieoce are e data
shirea in Fie. 6. Heve, the sample conssed of an
ayuimalar mixoere of the 207 o0 2 Sdichleredibhenzn-
divmin congenars. Toosingpiily these Lests. a2 small
suantily of the liquid mistore wis mecied oo a
slandess steel samiple Das’s o tbe wpsteewim side of s
pulsed valve. and fooee e ey osd we s cacrion gas All
COMPMIERTE in he sanple sirem wers keaied to poven
condansatio.

Eoveral ahsmiption peaks corresponding to cach ol
the eongeners Lave heen ooled 1o shew thar many
waveleneths are avinlable lor separately detecting thes:
twar closely relatal congenzrs i1 o misteez, The misture
data in Fig. fiare essentially the sum of the waveleagth
seans for the seoanste componene shaan in Figa, dand 5
Altherugh i b uiwiees boen prestmed that such sclective
derection of closely relaied conperers was possihle sing
this merhod, this 15 the firs: clear demicnsteation of this
selestivity, OF course, other compounds with resomant
almistions ol wivelenzths coincident with PCTITONF
minlevules will vield 1on: with differing mass-to-charge
ralics, aod Lhus be separablez inoche TOF-MS.

For many moleeules of interest, partcularly feiva-
chlommated and higher dinxing and frans, le
culur, two-photon REMPT excitation and i
swherie 15 not possilble an the firer axsited srate et less
than bull wuy to she ionizaticn liran Foo dhose noele-
cules, o Lwe=ecler REMPT scheine st be used where a
ikl 1'rﬂ1.'-:]3:|1g'th ia uged L enciie R| retsonianlly ) g
secondd. shorter wraveleagth is usad Lo achieve tization.
T demonstrate the rao-colo ap[:rn,un.:h: Wi CLAVE (R
amned the jet-REMPT wavciengih depenlence for 1,2
dichlorebenzene. The additional lwer polss for Hhess
meisLrements was gonerarcd By doubling caeess 312 am
segungd harmonie of the MdYAG Nndamenial. Thia
seeond wuvelength palse overlaps ibe lumahle palse
spelally within the ion sonrce: however, 11w tempurally
delayved by -5 ma, Altheugh e delay is adjustable, 5 ns
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DEVELOPMENT OF A REAL-TIME CONTINUOUS EMISSIONS MONITOR FOR
DIOXINS AND OTHER CHLORINATED AROMATICS

Harald Oser, David R. Crosley, Michael J. Coggiola, and Gregory W. Faris

Molecular Physics Laboratory
SRI International, Menlo Park, California

INTRODUCTION

Emission control strategies must ultimately rely upon a careful assessment of the link between health
effects and ambient, human exposure levels to hazardous air pollutants (HAPs). Because polychlorinated organic
compounds in general, and dioxins and furans in particular, are among the most toxic of HAPs, SRI International is
developing a continuous emission monitor (CEM) for these species using the Jet-REMPI technique under support
from the U.S. Department of Energy (DOE). The unique capability for real-time detection and identification of these
and other toxic HAPs directly in incinerator emissions using a CEM instrument is an essential component of
emissions modeling, dispersion modeling, source apportionment, and ultimately, of human exposure modeling. Jet-
REMPI is the only instrumental technique that can provide the speed, breadth, and sensitivity of measurement
capabilities that are required in support of the development of a comprehensive strategy to monitor and control
emissions of dioxins and furans from waste incinerators.

Our technique will provide real-time dioxin and furan concentrations rather than the multi-hour or multi-
day averages as in the case for existing, conventional sampling and analysis methods. This capability will alow a
detailed investigation of the relationship between dioxin emissions and the incinerator operating parameters and
waste feed characteristics. Such a study may reveal that “puffs’ (transient pollutant emission events) account for a
majority of the dioxin emissions, and hence only short-term control methods would be required to meet time-
averaged regulatory emission limits. Such control strategies may be much more cost effective than full-time
emission control approaches. Tailoring the emission control strategy in response to minute-by-minute changes in the
emission of hazardous pollutants can only be accomplished if a suitable CEM is available, such as our Jet-REMPI
based instrument.

MATERIALS AND METHODS

Our approach to acquiring the dioxin and furan levels is to perform direct measurement of specific
congeners using the Jet-REMPI method. Jet-REMPI is an ultra-sensitive analytical technique that can selectively
identify and quantify vapor-phase congtituents present at ppt levels in incinerator emissions without
preconcentration or sample collection.

In recent years, many significant improvements have been made in the detection of hazardous, vapor-phase,
organic compounds of environmental importance. Several research groups, including SRI, (1-4) DLR, (5,6) and The
Technical University of Munich, Germany, (7,8), have demonstrated instruments or components of instruments
based on REMPI and mass spectrometry.

lons produced by resonance enhanced multiphoton ionization (REMPI) are often detected using a time-of-
flight mass spectrometer (TOF-MS) that takes advantage of the pulsed nature and well-defined temporal character of
laser ionization. The simultaneous detection by mass and wavelength yields extremely high chemical selectivity
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crucia to identifying one trace compound in the midst of many other similar ones. Typical sensitivities of
conventional REMPI TOF-MS systems that do not use sample molecule cooling are in the mg/dscm range and
higher, which is totally insufficient either for a laboratory system or for regulatory monitoring of chlorinated
aromatics in awaste treatment process such as an incinerator.

A major improvement in sensitivity without loss in selectivity can be achieved using a pulsed gas valve that
produces a supersonic expansion. Pulsed gas valves provide a number of advantages over continuous gas inlets,
including reduced gas flow and hence smaller vacuum pumps, higher local gas densities, well-defined spatial
distribution, significantly reduced translational energy distribution orthogona to the propagation direction, and
reduced internal (vibrational and rotational) temperatures leading to greatly enhanced spectroscopic resolution.

REMPI is a highly sensitive, highly species-selective, gas-phase analysis technique that has been applied to
numerous problems in molecular spectroscopy and combustion research. For REMPI of complex molecules, such as
dioxins, the spectra can be simplified greatly by expansion through a nozzle. Adiabatic expansion results in low
sample temperatures, which increases the electronic ground state population and narrows the resonance line widths
through reduction in molecule velocities (reduced Doppler or temperature broadening) and through reduction in
transition-perturbing collisions (reduced pressure broadening). These reduced linewidths lessen the ionization of
other molecular species (interferences) - leading to improved selectivity - and make the peak absorption larger -
leading to improved sensitivity. One or more lasers are used to ionize the cooled gas molecules by absorption of two
or more photons, one of which must be resonant with an electronic transition in the target molecule.

Because different isomers of agiven chemical composition may have very different toxicities, it is essential
that a measurement instrument be capable of distinguishing among isomers. Our instrument is able to do this
without any sample pre-separation, such as by gas chromatography, for example, because of the inherent ability of
optical spectroscopy (REMPI in this case) to readily distinguish among isomers. The selectivity of the optical
spectroscopy is vastly improved through the pulsed nozzle cooling effects, as discussed above.

The mass spectrometric capabilities of our system include an upper mass range typicaly up to 500 amu,
limited only by the size of the mass spectral datafiles. Typical laser-based TOF mass analyzers use a simple, linear
flight path combined with a short duration, pulsed laser, ionization source. Low signal levels that may result from
the use of a very short ion formation pulse can be compensated for by signal averaging using multiple scans. To
optimize this mode of operation, a high repetition rate ionization laser is used. Achieving good mass resolution
(m/Dm) with a TOF instrument is straightforward using a pulsed laser for ionization because of the narrow spatial,
temporal, and energy spread of the nascent ions.

RESULTS AND DISCUSSION

The laser system used in our preliminary experiments described below consists of a Continuum Powerlite
Precision 9010 Nd:Y AG and Sunlite EX OPO with anominal tuning range in the visible between 445 and 710 nm, a
5 ns pulse width, and a repetition rate of 10 Hz. Frequency doubling is achieved using an Inrad autotracker 1l. The
optical linewidth of the system is approximately 0.1 cm™.

The pulsed valve is an unmodified General Valve series 9 unit, with an orifice diameter of 0.5mm. The
nominal opening time was 150 ps, with a 2.5 cm separation between the exit of the valve and the ionization region.
With the sample reservoir at atmospheric pressure, the two 250 |/s turbomolecular pumps (Varian Turbo V-250)
maintain pressures in the ionization chamber and mass spectrometer regions of 10° Torr, and 5 x 107 Torr,
respectively.

The ionization conditions used to acquire the preliminary data included a pulse energy of approximately
ImJinal.5 mm diameter laser beam. lon signals from the R. M. Jordan angular reflectron TOF-MS were amplified
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by a Comlinear preamplifier with a gain of 10 and a 350 MHz bandwidth. Signals were recorded by a 500 MHz,
Signatec DA500A digitizer.

A sample of 1,2-dichlorobenzene was used for the initial instrument testing. To simplify these tests, a
small quantity of liquid was injected into a stainless steel tube on the upstream side of the pulsed valve, and room air
was used as a carrier gas. All components were at room temperature. 1,2-Dichlorobenzene is commonly used for
testing because of its high vapor pressure at room temperature, and it may also be an important indicator species of
total dioxin levels (9). Moreover, the REMPI excitation spectrum is well known, so that tuning the laser to
resonance line at 261.2 nm produced the mass spectrum shown in Figure 1.
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Figure 1. Jet-REMPI mass spectrum of 1,2-dichlorobenzene at a wavelength of 261.2 nm.

We also performed a rapid survey of the m/z 146 ion signal strength as a function of laser wavelength to produce the
REMPI excitation spectrum. That spectrum, shown in Figure 2, is in good agreement with previously reported
results for the same molecule. Both the resonance locations and their peak heights are consistent with published
REMPI spectra, indicating that our instrument is functioning correctly.
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Figure 2. Wavelength dependence of the m/z 146 ion signal for 1,2-dichlorobenzene.
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Introduction

Under the 1990 Clean Air Act (CAA) Amendments, the U.S. Environmental Protection Agency (EPA) was
mandated to implement a research program providing the scientific foundation to develop a comprehensive national
strategy. This strategy aim to control 90%, or more of the emissions of the 30 most hazardous toxic pollutants in
urban areas. This control strategy must ultimately rely on a careful assessment of the link between health effects and
ambient, human exposure levels to hazardous air pollutants (HAPs). Despite the need for such data, reliable ambient

concentrations have been measured for fewer than 40% of the 189 HAPs.. Even these limited measurements
provide no spatial or temporal information on HAPs levels, whose variation is inherent due to the sporadic, episodic
nature of many combustion-related HAPs releases. This information cannot reliably be estimated or inferred by
typical current method, like GC-MS. It must be acquired through actual field measurements under typical, time-
varying, ambient human exposure conditions.

A powerful alternative to current HAPs monitoring methods is Jet-REMPI-ToF-MS. It combines resonance
enhanced multiphoton ionization (REMPI), supersonic jet cooling, and time-of-flight mass spectrometry.

SRI International is developing a continuous emission monitor (CEM) for HAPs using the REMPI
technique under support from the U. S. Department of Energy (DoE) and the U.S. Environmental Protection Agency
(EPA).

Our instrument will provide real-time HAPs at ambient and toxicological concentrations, instead of the
multi-hour or multi-day averages obtained using existing, conventional sampling and analysis methods. This
instrument will provide the speed, breadth, and sensitivity of measurement capabilities required by EPA in support
of its development of a comprehensive national strategy to control emissions of HAPs from urban sources.

Materials and Methods

Our approach to detecting toxic organic HAPs and HAP mixtures in urban areas at the required levelsisto
perform direct measurement of specific isomers using the Jet-REMPI method. Jet-REMPI is an ultra-sensitive
analytical technique that can selectively identify and quantify vapor-phase constituents at parts-per-trillion levels or
lower.

In recent years, many significant improvements have been made in the detection of hazardous, vapor-phase,
organic compounds of environmental importance using Jet-REMPI. It has been demonstrated by several research
groups, including SRI%®, DLR* 7, and The Technical University of Munich, Germany® ° - under the condition of
supersonic cooling, the two-dimensional detection scheme based on laser excitation spectrum plus mass spectra can
provide a unique method of molecular identification and structural detection.
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In the REMPI process, one or two laser wavelengths are used to ionize gas molecules by absorption of two
photons, one of which must be resonant with an electronic transition in the target molecule. This optical resonance
with the molecular quantum state provides part of the selectivity for Jet-REMPI.

lons produced by REMPI are detected using a time-of-flight mass spectrometer (TOF-MYS) that takes
advantage of the pulsed nature and well-defined temporal character of laser ionization. The simultaneous detection
by mass and wavelength yields the extremely high chemical selectivity crucia to identifying one trace compound in
the midst of many other similar ones.

For REMPI of complex molecules, such as HAPs and even dioxins, the spectrum can simplified
dramatically by expansion of the sample through a narrow orifice. The supersonic cooling step resultsin low sample
temperatures, increasing the electronic ground state population and narrowing the resonance line widths through
reduction in molecular velocities and through reduction in transition-perturbing collisions. These reduced linewidths
are eliminate the ionization of other molecular species (interferences) - leading to improved selectivity - and make
the peak absorption larger - leading to improved sensitivity.

The pulsed gas valves also provide advantages over continuous gas inlets, such as reduced gas flow and
hence smaller vacuum pumps and is compatible with the pulsed nature of REMPI.

Because different isomers of agiven chemical composition may have very different toxicities, it is essential
that a measurement instrument be capable of distinguishing among isomers. Our instrument does this without any
sample pre-separation, such as by gas chromatography, for example, because of the inherent ability of the laser
excitation step to readily distinguish among isomers.

The mass spectrometric capabilities of our system include an upper mass range typicaly up to 500 amu,
limited only by the size of the mass spectral data files. The TOF mass analyzers uses a simple, linear flight path
compatible with the short pulsed laser. Achieving good mass resolution (m/Dm) with a TOF instrument is
straightforward using a pulsed laser for ionization because of the narrow spatial, temporal, and energy spread of the
nascent ions.

A more detailed description of our laboratory Jet-REMPI ToF-MS instrument is given elsewhere™.
Therefore we present here just a brief summary of our instrument.

The sample is introduced into the ionization chamber through a pulsed valve (General Vave series 9) that
delivers 150 s sample pulses at a repetition rate of 10 Hz. Residual gas pressures of 10° Torr in the ionization
chamber and 107 Torr in the mass spectrometer are achieved by the combination of sufficiently large pumps (Varian
V-250 and Seiko Seki 301), the short gas injection time, a 0.5 mm orifice of the pulsed valve, and gas samples at
atmospheric pressure.

The laser system consists of a Continuum Powerlite Precision 9010 Nd:YAG and Sunlite EX OPO
including frequency doubling with a nominal tuning range in the UV between 225 and 400 nm, a 5 ns pulse width,
and arepetition rate of 10 Hz. The optical linewidth of the system is approximately 0.2 cm™.

An unfocused laser beam is used, with a beam area of about 2 mm? and pulse energies of approximately 1
mJ. lons were mass analyzed with a reflectron type ToF-MS (R. M. Jordan), amplified by an Ortec 9306
preamplifier (gain = 85, bandwith = 1 GHz) and recorded by a 500 MHz digitizer (Signatec DAS00A).

Results and Discussion
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The effective temperature of samples in
the supersonic jet is important for sensitivity and
selectivity using Jet-REMPI. Lower temperatures
lead to narrower lines, which improves

selectivity. In addition, there are fewer
total lines, again improving both sensitivity and
selectivity. To learn the operating conditions that
achieve the lowest temperature in combination with
the highest sensitivity from our pulsed nozzle/ion
extraction arrange-ment, we have used benzene as a
thermometric species. The spectroscopy of benzene
is known quite well, allowing determination of the
effective rotational temperature from measured
spectra. Measurements of a single band are shown
in Fig. 1. This spectrum was taken at a distance of
about 2.7 cm from the nozzle. The band shown is
part of the lowest singlet-singlet transition (S; -
S) of benzene near 259 nm. The band shown
corresponds to many overlapping rotational lines.
From the overall contour of these overlapping
lines, we can determine an effective rotationa
temperature of the benzene. We simulate the form
of the main contour as a function of temperature.
Rotational band calculation follow the method
given by Calomon, et a.* The result is also
shown in Fig 1. The best agreement of the general
shape for the simulated band contour with the
experimental result is given at a temperature of
19+1 °K. This indicates a high degree of interna
relaxation. To demonstrate the two dimensional
detection scheme based on wavelength and mass
we used a mixture of benzene, toluene, and
clorobenzene as test substances. These molecules
are known HAPs and their REMPI spectra are
defined™ 3. Due to soft ionization, only the parent
peaks at their respective masses are recorded and
no cross sensitivities occur. The results in Fig. 2
show that we have good optical resolution for our
measured spectra. This aso indicate sufficient
cooling.
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APPENDIX G

“Dioxin And Furan Laboratory Measurements Using Jet-REMPI”

Harald Oser, Michael J. Coggiola, Steve E. Young, Gregory W. Faris, and
David R. Crosley

Organohalogen Compounds (2001)
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DIOXIN AND FURAN LABORATORY MEASUREMENTS
USING JET-REMPI

Harald Oser, Michael J. Coggiola, Steve E. Young, Gregory W. Faris, and David R. Crosley

SRI International, Menlo Park, California 94025 USA

Introduction

On-line monitoring of stack emissions to determine TEQ values requires at the minimum,
sengitivities at the ppq level, which is far below the detection limit of any current continuous
emission monitor. An alternative approach is the real-time measurement of indicator substances,
like lowly chlorinated DD/DF isomers, by jet-cooled, resonantly enhanced multi-photon
ionization (Jet-REMPI).

The use of Jet-REMPI as an indirect real time TEQ monitor requires identification of sufficiently
abundant lowly chlorinated isomers that correlate well with the TEQ values. Recent statistical
analysis studies of TEQ values and concentrations for a subset of the mono- to tri-chlorinated
PCDD/F congeners show promising correlations, suggesting that these compounds can act as
TEQ indicators” 2 The on-line nature of Jet-REMPI provides also a valuable tool for the
mechanistic understanding of PCDD/F formation. This understanding may support finding
process control methods to reduce or even prevent their formation.

Under support from the U. S. Department of Energy (DoE) and the U. S. Environmental
Protection Agency (EPA), SRI International has developed a continuous emission monitor
(CEM) for PCDD/F detection using the Jet-REMPI method. In an initia step, the focus of the
research was to measure Jet-REMPI spectra for lowly chlorinated PCDD/F isomers, investigate
mixtures of these compounds, and apply a more advanced ionization scheme, namely the two
color, two photon ionization scheme, to increase the number of REMPI accessible PCDD/F
isomers.

Materialsand Methods

Jet-REMPI is an ultra-sensitive, highly selective, analytical technique that can identify and
quantify vapor-phase constituents at parts-per-trillion levels. In recent years successful
applications in on-line monitoring of hazardous air pollutants produced in waste incineration
have been reported by two research groups® ¢, and many significant improvements have been
made in the detection of hazardous, vapor-phase, organic compounds of environmental
importance using Jet-REMPI.
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In the REMPI process, one or two laser wavelengths are used to ionize gas molecules by
absorption of two photons, one of which must be resonant with an electronic transition in the
target molecule. This optical resonance with the molecular quantum state provides part of the
selectivity for Jet-REMPI. lons produced by REMPI are detected using a time-of-flight mass
spectrometer (TOF-MS) that takes advantage of the pulsed nature and well-defined temporal
character of laser ionization. The simultaneous detection by mass and wavelength yields the
extremely high chemical selectivity crucia to identifying one trace compound in the midst of
many other similar ones.

For REMPI of complex molecules, such as dioxins, the spectrum can be simplified dramatically
by expansion of the sample through a narrow orifice. The supersonic cooling step results in low
sample temperatures, increasing the electronic ground state population and narrowing the
resonance line widths through reduction in molecular velocities and through reduction in
transition-perturbing collisions. These reduced linewidths eliminate the ionization of other
molecular species (interferences) - leading to improved selectivity - and make the peak
absorption larger - leading to improved sensitivity.

A more detailed description of our laboratory Jet-REMPI TOF-MS instrument is given
elsewhere’. Therefore just a brief summary of is presented here. The sample is introduced into
the ionization chamber through a pulsed valve (General Valve series 9) that delivers 150 s
sample pulses at a repetition rate of 10 Hz, which results in the advantage of a reduced gas flow
and hence smaller vacuum pumps and is compatible with the pulsed nature of REMPI. Residua
gas pressures of 10 Torr in the ionization chamber and 10”7 Torr in the mass spectrometer are
achieved by the combination of sufficiently large pumps (Varian V-550 and Seiko Seki 301), the
short gas injection time, a 0.5 mm orifice of the pulsed valve, and gas samples at atmospheric
pressure. The laser system consists of a Continuum Powerlite Precision 9010 Nd:YAG and
Sunlite EX OPO including frequency doubling with a nominal tuning range in the UV between
225 and 400 nm, a 5 ns pulse width, and a repetition rate of 10 Hz. The optical linewidth of the
system is approximately 0.1 cm™. For the two color excitation scheme a combination of tunable
UV from the OPO and 266 nm produced by the quadrupling of the fundamental wavelength of
the Nd:YAG pump laser was used. The two laser beams were unfocused, with a beam area of
about 2 mm? and pulse energies of approximately 1 mJ for the OPO output and 0.1 mJ of the 4"
harmonic were used. lons were mass analyzed by a reflectron type TOF-MS (R. M. Jordan) with
a mass resolution of 1000, amplified by an Ortec 9306 preamplifier (gain = 85, bandwith = 1
GHz) and recorded by a 500 MHz digitizer (Signatec DAS00A).

Results and Discussion
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The on-line detection of lowly chlorinated DD/DF isomers is of particular interest for
investigation of the formation chemistry of toxic PCDD/F, and indirect determination of TEQ
values” % For this purpose, we investigate the Jet-REMPI spectroscopy of 2,7- and 2,8-DCDD
and 2-M CDF which are proposed as potential TEQ-indicators.

Despite the fact that Jet-REMPI for the two DCDD is already known®, it has not been proven yet
if Jet-REMPI is a valuable tool to discriminate these isomers. Therefore we conducted
experiments by using a sample consisting of a mixture of equal amounts of 2,7- DCDD and 2,8-
DCDD, desolved in acetone. To simplify these tests, a small quantity of the liquid mixture was
injected into a stainless steel sample flask on the upstream side of the pulsed valve, and room air
was used as a carrier gas to simulate semi readlistic conditions. We estimate that the concentration
of each isomer in the sampled gas stream was approximately 1 ppb. All components in the
sample stream, including the nozzle, were heated to 150°C to prevent condensation. Figure 1
shows the ion signal recorded at mass 252, corresponding to the parent ion of both isomers, as a
function of wavelength. Severa

individual absorption features are labeled

5 25500 to show which isomer gave rise to the ion
signal. Assignment of these absorption

features was made by measuring the Jet-

REMPI spectra for each isomer separately

i and by comparison with the results of
2] Weickardt et a.°. From an estimated
] signal-to-noise ratio of 20, we calculated a

1 current detection limit of 50 ppt for both
] N DCDD isomers.

L B
301.5 302.5 303.5 304.5 305.5 306.5

2,7 DCDD

lon Signal (arb units)

Wavelength (nm)

The wavelength dependence for 2-M CDF,
which has never been examined by Jet-
REMPI, is shown in Figure 2. The
Figure 1: Wavelength dependence of the m/z wavelength dependence shows a number
252 ion of clearly resolved peaks, however, the
overall ion signal strength was less than for
similar dioxin molecules. One common cause of low ionization probability occurs when the two
photons do not excite the neutral molecule appreciably above its ionization threshold. One major
consideration for improving REMPI sensitivity is the use of a different wavelength (color) for
the ionization step, although one color for both the excitation and ionization steps is certainly
simpler to implement.
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Fig. 22 Wavelength dependence of the m/z 202 ion
signal for jet-REMPI detection of 2-mono-

chlorodihenzofiiran

However, in certain cases, using a second
color is preferable or essential.
Specificaly, if the excited state lies at an
energy less than haf the ionization
potential then a second photon of the same
wavelength will not have enough energy to
ionize the molecule. For example, in
tetrachlorinated dioxins (TCDD), the
energy of the S, level is approximately half
the ionization potential’. Thus, single-
color REMPI may or may not be effective
for TCDD. Two-color REMPI using a
second, higher energy laser beam may be a
much more efficient technique for TCDD
detection. The second beam would not

require an additional laser. When using a Nd:YAG pumped OPO, the second color can be the
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Figure 3: Measured m/z 202 ion signal for jet-REMPI
detection of 2-mono-chlorodibenzofuran using
various one- and two-color schemes.

fourth harmonic at 266 nm or the fifth
harmonic at 213 nm, of the Nd:YAG
fundamental wavelength produced using
nonlinear crystals.

To test this possibility, we reexamined the
REMPI signal corresponding to the m/z
202 parent ion under a variety of
conditions. The result is shown in Figure
3. With only the fixed wavelength (266
nm) light, the signa is at baseline. With
the addition of light at 300.41 nm
corresponding to the S® S, resonant
transition of 2-monochlorofuran, the two-

color REMPI signal appeared and remained constant. Turning off the 266 nm light caused the
ion signal, due now only to the two-photon, one-color REMPI process, to drop by a factor of
approximately 8. Detuning the laser off resonance to 300.3 nm resulted in the signal level again
measuring zero. These results appear to confirm the hypothesis that the two-photon, one-color
scheme did not impart sufficient energy to achieve a high ionization probability.
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